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,^^ DETERMINATION 0"B« ^^--^^ 

PREClPlTATlOlii AS -r^^ -^^^"^^ ^^ 

-^*iBi IODIDE. 
BT ¥. A. QOOCtt Aia> \v o 

• V,- Morgan.* 
T«.*atfa8 known to BeTzeU\ia \ihat \vvA,.i ,. ., , „ 

Wi\<^ ^ , ._- watP-r ^^*. ^vju^vii. XfeUxin-am tetraiodide, which 

.^ converted .Jy ^ter ixxt<> an o^yiodide and by excess of an 

feline iodide mto a ^l^y^Ve doTible salt Wheeler t has 

sk^owa that ^ aout>le salt, ^\nc\i is formed when teUurous 

Vc3dide iB bodj ^ a strong solution of potassium iodide in 

ailute hydriodic aci^ ^^ definite and has the constitution 

represented by tHe xoxin^iXa 2KI . Tel, . 2llfi. We have 

observed, however, tiia.^ ^Ixen potassium iodide is added to a 

cold solution of telhxroixa acid containing at least one-fourth 

of its volume of stroxxg sxdphuric acid, no tendency toward 

the formation of a ^oiible salt becomes apparent until the 

potasfflum iodide amoixxxta to more than enough to convert aU 

the teUurous acid px^^^xit into the tetraiodide according to the 

equation, 

H»TeO, + 4B:^S0^ + 4KI = Tel* + 4KHSO4 + 3H,0. 

The teHurium tetaraiodide which is thus formed is extremely 

insoluble in snlplnxric acid of the strength mentioned, though 

soluble in excess ol potassium iodide, and acted upon by water 

witii tibe iormation of tellurium oxyiodide and hydriodic acid. 

It IS produced at first in the condition of a finely divided 

^Tk. brovm pxecipitate which upon agitation of the liquid 

coutaimng it gathers in curdy masses and settles, leaving the 

* From Am. Jour. Sd., ii, 271. 
t Am. Jour. Sci., xIt, 267. 
VOL. n. — 1 
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2 DETERMINATION OF TELLURIUM BY 

supernatant liquid clear. By taking advantage of this tendency 
to curd it is possible to detennine without great difficulty the 
exact point during the gradual addition of potassium iodide 
when ^e precipitation of the teUurium iodide is complete, and 
we have been able to found upon this property a very simple 
titrimetric method for the direct determination of small 
amounts of tellurium. 

In our test experiments we used tellurium dioxide prepared 
by oxidizing presumably pure teUurium with nitric acid and 
igniting the residue at a low red heat. Weighed amoxmts of 
the oxide thus prepared were dissolved in Erlenmeyer beakers 
in a very little of a strong solution of potassium hydroxide, 
and dilute sulphuric acid was added carefully until the tellu- 
rous acid which was precipitated upon the neutralization of 
the alkaUne hydroxide was just redissolved. To this solution 
sulphuric acid of half-strength was added in such amoxmt that 
the solution finally obtained, after adding the aqueous solution 
of potassium iodide subsequently, should stiU contain at least 
one-fourth of its volume of strong sulphuric acid. The 
Erlenmeyer beaker was placed upon a pane of window glass 
supported upon strips of wood about 1 cm. above the level of 
the work table, which was covered with white paper. A 
solution of approximately decinormal potassium iodide free 
from iodate and carefully standardized in terms of iodine by a 
method described in a former paper from this laboratory * was 
introduced gradually from a burette into the middle of the 
Erlenmeyer beaker. As the drops of the potassium iodide 
touched the liquid the precipitation formed at the centre and 
travelled in rings toward the outer walls of the beaker. When 
the liquid became so opaque that the effect of the potassium 
iodide was distinguished with difficulty, the beaker was rotated 
and the curded precipitate permitted to settle, and then the 
process of titration was continued as before. We experimented 
with amoxmts of tellurium dioxide varying from approximately 
0.025 grm. to 0.1 grm., the latter quantity being as large as can 
be handled with accuracy without intermediate removal of the 
• Am. Jour. ScL, zzxiz, 188. Yolume I, p. 1. 
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ON THE APPLICATION OF CERTAIN ORGANIC 
ACIDS TO THE ESTIMATION OF VANADIUM. 

Bt PHILIP £. BBOWNING and BICHABD J. GOODMAN • 

In a former papert by one of us a method for the detenni- 
nation of yanadium was described in which tartaric acid was 
used to reduce vanadic acid to the condition of the tetroxide. 
The method may be briefly outlined as follows : 

Measured and weighed portions of a solution of ammonium 
vanadate, the standard of which had been determined by the 
evaporation and ignition of definite portions, were treated with 
tartaric acid in excess and boiled, when the appearance of the 
deep blue color indicated the reduction to the condition of the 
tetroxide. After cooling, the solution was neutralized with 
potassium bicarbonate and a moderate excess of that reagent 
added. To the alkaline solution an excess of a standard 
solution of iodine was added and the whole allowed to stand 
about one hour, when no further bleaching of the iodine was 
noticed. The excess of iodine was then destroyed with a 
standard solution of arsenious oxide, starch was added, and the 
blue color obtained with a few drops of the iodine solution. 
The total amount of iodine used, less the amount equivalent to 
the arsenious oxide solution used, is the amount necessary to 
oxidize the vanadium from the condition of the tetroxide to 
that of the pentoxide, from which, according to the following 
equation, can be calculated the amount of vanadium present : 
V,04 + M + H,0 = VA + 2HI. 

* From Am. Jour. Sci., ii, 365. 
t Zeitschr. anorg. Chem., vii, 158. 

I These determinations are best made in smaU Erlenmeyer beakers, closed 
with paraffin-coated corks while standing with iodine. 
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the majority of the detenninations gave large plus errors, and 
a few experiments made with the molybdate alone seemed to 
show a noticeable reduction of the molybdic acid. In the 
following table the results are tabulated. In experiments (8), 
(4) and (5) the mixtures were not boiled with tartaric acid, 
but warmed on a steam bath, with, however, no very apparent 
prevention of the reducing action. 



Ksp. 


V.O,tA«. 


V|Og found. 


Xrw. 


Ammonium 
moljbdiito. 


Tkrteilo 

Mid. 




grm. 


gm. 


gnn. 


gm- 


grm. 


(1> 


0.1620 


0.1790 


0.0170+ 




2 


(2) 


0.1624 


0.1619 


0.0006- 




2 


8) 


0.1294 


0.1416 


0.0122+ 




2 


W 


0.1296 


0.1861 


0.0066+ 




2 


(6l 


0.1291 


0.1812 


0.0021+ 




2 


l6l 


0.1293 


0.1824 


0.0081+ 




2 


(7) 


0.1686 


0.1760 


0.0124+ 




2 


(8) 


0.1640 


0.1724 


0.0064+ 




2 


(9) 


0.1622 


0.1624 


0.0002+ 




8 


(10) 
(11) 


0.1622 


0.1632 


0.0010+ 




8 


0.1619 


0.1879 


0.0260+ 




8 


(12) 


0.1292 


0.1360 


0.0068+ 




8 


13) 


0.1860 


0.1917 


0.0067+ 




8 


14' 


0.8274 


0.8788 


0.0469+ 




4 


(16) 


0.2824 


0.2888 


0.0069+ 




4 



We next tried the action of tartaric acid upon the vanadium 
solution in the cold and f oxmd that the reduction could be 
carried on to completion under these conditions if the tartaric 
acid was in large excess, the time sufficient, and the volume of 
the solution smalL The following series was made to deter- 
mine these points: 
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8 APPLICATION OF CERTAIN ORGANIC ACIDS 

number of determinations of vanadium in the presence of 
molybdenum and tungsten made in the cold and allowed to 
stand from one* to fomr days. It will be noticed that the 
results on standing one day with five grams of tartaric acid 
are for the most part satisfactory, and an increase in the 
length of time does not cause any apparent reduction of 
the molybdenum. 

Friedheim f has shown that vanadium is reduced from the 
condition of the pentoxide to that of the tetroxide by boiling 
with oxalic acid. The reduction is so complete that he has 
developed a method for the estimation of vanadium upon this 
reaction and shows that it may be applied in the presence of 
molybdenum and txmgsten, the acids of these elements not 
being reduced by the oxalic acid. When the vanadic acid is 
reduced the oxalic acid is oxidized and a definite amount of 
carbon dioxide evolved according to the reaction. 

VA + H,C,04 = V8O4 + HaO + 2C0,. 

This carbon dioxide Friedheim conducts by an appropriate 
form of apparatus into potassium hydroxide and weighs. 
From this weight the amount of vanadic acid originally 
present may be readily calculated. 

We have applied the method of oxidation with standard 
iodine described in the tartaric acid process to the residue 
after boiling with oxalic acid. The method of treatment was 
identical with that outlined at the beginning of this paper. 
The results which follow in the table are for the most part 
satisfactory and the method is certainly more easily applied 
than Friedheim's process, the potassium hydroxide absorption 
apparatus being unnecessary. 

Having applied successfully both tartaric acid and oxalic 
acid in the manner described, the action of citric acid applied 
in the same manner suggested itself as a fitting conclusion to 
the study of the action of this class of organic acids. In this 

* Some of the determinations designated in the table as haring stood one 
'Hay in reality stood only about fifteen hours, from p. m. to 9 a. v. 
t Zeitschr. anorg. Chem., i, 312. 
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ESTIMATION OF VANADIUM. 
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gram of the acid for every tenth of a gram of substance to be 
determined. Heat the solution to boiling, except in case tar- 
taric acid be present with molybdic acid, when digestion for 
from fifteen to twenty-four hours in the cold should be substi- 
tuted. To the cold liquid add about five grams of potassiimi 
bicarbonate for every gram of acid used. Add iodine in slight 
excess and set aside imtil no further bleaching is noticeable. 
Destroy the excess of iodine with arsenious oxide solution, add 
starch, and titrate back with standard iodine. The total 
amount of iodine used less the equivalent of the arsenious 
oxide is the measure of the oxidation. 

We have found it of advantage, when starting with a new 
solution of the vanadate, to make one determination roughly 
and to get from this rough determination the proportions of 
acid and iodine to be used in the determinations to follow. 
Large amounts of the acid and a large excess of the iodine 
have been employed in many determinations without any 
apparent unfavorable effect upon the results. The tendency, 
however, under these circumstances is toward plus errors, 
which may be avoided by following the above directions. 
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diately by the volume of arsenic solution required for the 
titration. 

The volume of oxygen found by means of the arsenic 
solution is, of course, under the standard conditions of tem- 
perature and pressure (0^ and 760 nmi.), and it is therefore 
essential either to calculate this volume into that which it would 
occupy imder the conditions of the experiment or to reduce 
to the standard conditions of temperature and pressure the 
volume of air taken. The latter plan is the more satisfactory 
since by Lunge's ingenious device* the reduction can be 
readily effected without any calculation and independently of 
changing temperature and pressure. For my purpose the 
following arrangement of two burettes answered admirably. 
One burette graduated to 120 cm^ contained over mercury 
the same volume of moist air which 100 cm^ of air at 0° and 
760 mm. would occupy under the given conditions, this stand- 
ard being very carefully determined. By means of a T-tube 
this standard burette was placed between and in connection 
with the burette in which the volume of air to be analyzed 
was measured, and a movable reservoir of mercury. Both 
burettes were firmly fastened to a movable iron rod and the 
zero marks accurately adjusted to the same leveL By draw- 
ing into the measuring burette a volume of air greater than 
that required — for which purpose a small bulb was attached 
to the lower end of the burette, and then by raising the reser- 
voir of mercury, compressing the air in the standard tube to 
the 100 cm^ mark, at the same time allowing the excess of 
air to escape from the measuring burette, exactly 100 cm' of 
air under the standard conditions of temperature and pressure 
was obtained. To facilitate the adjustment, two strips 
of wood were fastened to the rubber connection by means of 
screw pinch-cocks in such a way that by closing one pinch- 
cock the flow of mercury from the reservoir could be shut off, 
and then by gradually tightening the other pinch-cock the 
mercury would be forced out of the rubber, and thus an easy 
and accurate adjustment to the 100 cm' mark be secured. 
• Zeitschr. sngew. Chem., 1890, ISO. 
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leans of the tube which reached below the sur&ce of the 
irater, pure carbon dioxide was passed through while the 
inater was still boiling, which together with the escaping 
team was sure to expel all oxygen. Then the heat was 
Bmoved and the current of carbon dioxide continued until 
lie boiling ceased, when the escape tube was closed by a 
iece of rubber tubing and screw pinch-cock. As the water 
ooled it was well shaken while still in connection with 
lie carbon dioxide generator, and thus became saturated 
dth the gas, which was then pumped in under considerable 
iressure by the little hand pump described in a previous 
aper from this laboratory. By this means the water could 
e drawn as needed without the introduction of any air. 
?he escape tube was provided with a rubber tube and screw 
•inch-cock, and a long, slender nozzle which could be in- 
erted into the tubes of the absorption apparatus. A bottle 
bus charged sufficed for all the determinations and required 
nly an occasional supply of carbon dioxide when large 
raughts of water were required for making the potassium 
xlide solution. 

The potassium iodide solution was made up to contain one 
ram of the salt in thirty cubic centimeters of water, and 
^as contained in convenient form in an ordinary wide- 
louthed bottle fitted as a wash bottle, and graduated ap- 
roximately for each thirty cubic centimeters' volume — the 
mount usually taken. The potassium iodide was weighed 
ito the bottle, which was then closed and all air expelled 
y a current of carbon dioxide, when the desired amount of 
rater, free of oxygen, was drawn in, and attachment again 
lade with the carbon dioxide generator. After allowing the 
as to pass for several minutes the exit was closed and the 
as pumped in by the little hand pump. Inasmuch as this 
Dlution, when it was used, was drawn into an exhausted 
ulb, the bottle could be emptied without ever exposing its 
ontents to the air. 

Nitric oxide was generated very satis&ctorily according to 
'rofessor Gooch's method — by the action of nitric acid 
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Tipon globules of copper in a Kipp generator. When the 
nitric acid is diluted vnth an equal volume of water the 
evolution of the gas is sufficiently rapid without the applica- 
tion of heat, but contamination by the higher oxide is more 
likely- However, since it is necessary, in order to be certain 
of purity, to pass the gas through an acidified solution of 
potassium iodide before applying it to the determination 
of oxygen, whatever higher oxide may be present will be 
reduced. By passing tiie gas, as it issuetl from the generator, 
through a set of Geisler bulbs containing an acidified solution 
of potassium iodide and washing with potassium iodide solu- 
tion, the perfectly purified gas was obtained. Tlieoretically, 
only a small amount of the nitric oxide is required for the 
transference of the pxygen to the hydriodic acid, but when 
too little is taken the action is very slow- On the other 
hand, too large an amount relieves the vacumn to such an 
extent as to interfere with the introduction of tlie air, A 
little device to measure the volume of gas taken was there- 
fore attached to the generator. It consisted of a tube filled 
with water and roughly graduated for eveiy five cubic centi- 
meters, so attached to the generator that the gas would enter 
by displacement of the water, which would descend to a 
lower bulb, and as the gas wm ' withdrawn the water would 
again take ita place. Fifteen cubic centimeters of the gas 
was found a convenient and satisfactory amount for the 
analysis. 

Carbon dioxide was generated in a Kipp generator, the 
acid and marble of which had been previously boiled and 
contained a little cuprous chloride. To remove a trace of 
reducing matter which the gas was found to contain, it was 
first passed through a solution of iodine and washed with 
potassium iodide. 

For the titration a decinormal solution of arsenious oxide 
(4-95 grms. to the liter) was employ^ : 1 cubic centimeter 
being equal to 0,559846 cm^ of oxygen at 0^ and 760 nmip 
wlien the weight of a liter of oxygen at 0^ and 760 mm- is 
taken as 1-42895 gtm- When the volume of air taken 
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is 100 cm' under standard conditions of temperature and 
pressure, as obtained by Lunge's device, the following table, 
calculated for the volume of oxygen equivalent to the volume 
of arsenic solution, shows directly the percentage of oxygen 
corresponding to the reading of tiie burette. The correction 
necessary for the fraction of a tenth of a cubic centimeter 
of the arsenic solution is obtained with sufficient accuracy 
by simply multipljring by 0.005. 
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ro^- 


•tO^aadTeOmm. 


0.01 cm«^A%()» 
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87.0 


20.714 


0.006 


37.1 


20.770 
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20.826 




87.3 


20.882 




87.4 


2a938 




87.6 


20.094 




37.6 


21.060 




87.7 


21.106 




37.8 


21.162 




87.9 


21.218 




88.0 


21.274 





Table I shows the results obtained in a series of determina- 
tions. Experiments (1) to (11) inclusive were made upon por- 
tions of air collected over water on March 28, measured in an 
ordinary gas burette and reduced to the standard conditions 
of temperature and pressure. The remainder of the deter- 
minations were made upon air collected on April 8, each 
portion having been measured in the apparatus described, for 
the reduction to standard conditions. 

No correction was found necessary for the blank determina- 
tions, since when boiled water was used the solution was only 
faintly colored with iodine, which requires only a drop of 
arsenic solution to bleach it. As is evident from the table, the 
determinations according to this method are not reliable beyond 
0.05 per cent, but for practical purposes this is sufficiently 
accurate. For the sake of comparison two determinations by 
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;a31ic acid method were made upon a portion of the 






'^^^^l^V^ used in the last experunexxt^, -tlie results being 20.93 

^"^^ ^^.88 per cent respectiveljr. TV^hile the pyrogallic acid 
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oixUnary burettes it will 



XXX 



a^^ ^^ is cap 

TaeVX^^^^^»g improved apparatus, 
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^bov« method. 

* jf^termination of dissolved Ojct/ff^r^^ A deter- 

.^^^QH of oxygen dissolved, in ^wa.ter can be 
^^^^^x^leted by the above metiLod iix about ten 
^ -Y^-i-xtes by means of the appaxra.'trcLS illixstiated by 
vue a^companymg hgure. 

rj^e apparatus consisted of a flask of about 800 

xn=* capacity, into the bottom of ^g^lxiclx i^ras sealed 

a ^tep<50ck with a long exit -fcixbe- Upon the 

jie-^ct was cut the fiducial circle c aixd immediately 

a\»-ove this stop-cock c ttos sealed. a« shown. The 

j^e=B^k of the flask was drawn o\xt> and sealed to 

st^-owiock d and the bulb, ct, oi about 80 cm^ 

ca^iacity blown in it. Tlie capaxjity of the apparatus be- 
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tween stop-cock, &, and the fiducial mark, c, was carefully 
deteimined. 

The manipulatioii for the detennination of dissolved oxygen 
was as follows : The fiask was held in the position shown by 
a clamp fastened to a movable support. Stop-cock I being 
closed, the water was admitted through e and the air allowed 
to escape through d until the level of water was that indicated 
by the line /. (When the water to be examined is not 
saturated with air, the flask must first be filled with carbon 
dioxide and the water entered by replacement of that gas.) 
With d closed, sufficient water was allowed to escape through 
I to bring the surface to «, which was then closed. The nitric 
oxide generator was then attached to (2, and by opening b the 
gas was allowed to replace the water until the meniscus 
coincided with c, when d was closed and the generator 
disconnected. Two cubic centimeters of strong hydrochloric 
were introduced through e by expelling nitric oxide through 
(2, in which a drop of water formed an effective trap to prevent 
the entrance of air. Then the potassium iodide was admitted 
in the same way. The solution of iodide for this purpose 
was free of oxygen and contained one gram in three cubic 
centimeters. It was kept under pressure of carbon dioxide in 
the bottle previously described, and by means of a long nozzle 
could be conducted to the bottom of eh and thus be admitted 
with but momentary and slight contact with the air. The 
tube eh contained approximately three cubic centimeters. 
With all the stop-cocks closed, the flask was inverted several 
times and thoroughly shaken, at the same time washing out 
the ends of the stop-cocks with distilled water. After again 
placing the apparatus in its position, enough potassium bicar- 
bonate solution was admitted through e to expel all the 
nitric oxide through di the bulb, a, holding sufficient of the 
bicarbonate to neutralize all the acid taken. The bicarbonate 
being heavier quickly diffuses through the contents of the 
flask and neutralizes the acid; d and e are kept closed for a 
minute with b open so as to allow sufficient of the liquid to 
escape into a beaker containing some bicarbonate to provide 
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^^^ !^^^^^^ ^ J^^ ^^ "^^ storcli for the final reaction, 
Jl(jDi^^^ bv aH?^^ * sixiglo drop UsuaUy the reading 
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mean of these determinations ^i^v^os 6.022 cm' of oxygen 

T^^ amount dissolved in distdUed -wrater at 20^ C. and 760 

Btnd while some of the de'teirmi ti actions vary considerably 

this mean, as a whole they a^xro fairly accordant. This 









tixod, moreover, is applicable t>o oaxrbooated water. 



IV 

A METHOD FOR THE SEPARATION OP 
ALUMINUM FROM IRON. 

Bt F. a. GOOCH akd F. S. HAVENS.* 

Of the well-known methods for the separation of aluminum 
from iron — by the action, for example, of an alkaline hydroxide 
in aqueous solution or by fusion of the mixed oxides in 
potassium or sodium hydroxide; by reduction of the iron 
oxide to the metal by heating in hydrogen, with the 
subsequent solution of the metallic iron in hydrochloric 
acid; by boiling the nearly neutral solution of the salts of 
aluminum and iron with sodium thiosulphate either with or 
without sodium phosphate ; by acting with hydrogen sulphide 
or ammonium sulphide upon solutions of the salts containing 
also an ammoniacal citrate or tartrate — no single process can 
be said to be ideal as regards directness, rapidity and accuracy 
of working. We have deemed it not superfluous, therefore, 
to attempt the utilization of a reaction which should apparently 
be capable of effecting directly and quickly the separation of 
aluminum from iron under conditions easily attainable. 

It is known f that the hydrous aluminum chloride AICU.6H2O 
is very slightly soluble in strong hydrochloric acid, while ferric 
chloride, on the other hand, is extremely soluble in that 
medium. It is this difference of relation of which we wished 
to take advantage. 

It appeared at the outset that crude aluminum chloride 
could be freed from every trace of a ferric salt by dissolving it 
in the least possible amount of water, saturating the cooled 
solution with gaseous hydrochloric acid, filtering upon asbestos 

« From Am. Jour. Set, ii, 416. 

t GUdytz, Ber. Dtoch. chem. Qes., xri, 447. 
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in a filtering cnicible or cone, and washing the crystalline 
precipitate with the strongest hydrochloric acid. Aluminum 
chloride prepared in this way gave no trace of color when 
dissolved in water and tested with potassium sulphocyanide. 
The correlative question as to how much aluminum chloride 
goes into solution under the conditions was settled by taking 
a portion of the pure aluminum chloride, dissolving it in a 
very little water, diluting tlie solution with strong hydrochloric 
acid, saturating the cooled hquid with the gaseous acid, filtering 
on asbestos, precipitating by ammonia the aluminum salt in the 
filtrate and weighing the ignited oxide. 

From 10 cm^ of such a filtrate we obtained in two deter- 
minations 0.0022 gnn* and 0.0024 grm, of the oxide, the mean 
of which corresponds to 23 parts of the oxide or 109 parts of 
the hydrous chloride in 100,000 parts of the strong hydrochloric 
acid* This degree of solnbihty, though inconsiderable when 
the objeetive point is the preparation of the pure salt of 
aluniinumt is obviously incompatible with the attainment of 
quantitative accuracy in the retention of the aluminum. We 
have found, however, that various mixtures of anhydrous ether 
and the strongest hydrochloric acid can be used satisfactorily 
as solvents for the iron chloride, wMle the aluminum chloride 
is insoluble to a very high degree in a mixture of hydrochloric 
acid and ether taken in equal parts and thoroughly saturated 
with gaseous hydrochloric acid at the atmospheric temperature. 
We found that 50 cni^ of the solution of aluminum chloride, 
obtained by mixing about 0,1 gmi. of the hydrous chloride 
(disaolved in 2 cm^ of water) with the mixture of pure, 
speci^illy prepared aqueous hydrochloric acid and ether in equal 
parts and again saturating the liquid at 15^ C. with gaseous 
hydrochloric acid, left upon evaporation and ignition 0,0004 
grm. in each of two experiments — results which indicate a 
maximum solubdity corresponding to 1 part of the oxide or 
approximately 5 parts of the chloride in 125,000 parts of the 

[ual mixture of ether and aqueous hydrochloric acid of full 
strength. 

Pure aqueous hydrpchloric acid of full strength mixes 
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perfectly with its own volume of anhydrous ether, but it is 
a curious fact that the addition to this mixture of any very 
considerable amounts of a solution of ferric chloride in strong 
hydrochloric acid determines the separation of a greenish oily 
ethereal solution of the ferric salt upon the surface of the 
acid. The addition of more aqueous acid does not change the 
conditions essentially, but more ether renders the acid and 
the oily solution completely miscible. The ferric chloride 
seems to abstract ether from the ether-acid nuxture and, then 
dissolved in the ether, remains to some extent immiscible with 
the aqueous acid thus left until the addition of more ether 
restores to the mixture that which was taken from it by the 
ferric chloride. Our experiments show that, while for the 
separation of insoluble aluminum chloride from certain small 
amounts of soluble ferric chloride the mixture of the strongest 
aqueous hydrochloric acid and ether in equal parts serves a 
most excellent purpose, when larger amounts of ferric chloride 
are to be dissolved ether must be added proportionately in 
order to prevent the separation of the ethereal solution of 
ferric chloride from the rest of the liquid. 

Great care was taken to insure the purity of the aluminum 
chloride used in the test experiments. The so-called pure 
chloride of commerce was dissolved in the least possible 
amotmt of water and this solution was treated with a large 
volimie of strong hydrochloric acid. The chloride thus 
obtained, free from iron, but possibly contaminated (as we 
found by experience) with some alkaline chloride, was dis- 
solved in water and converted by ammonia to the form of the 
hydroxide, which was thoroughly washed and dissolved in hot 
hydrochloric acid of half-strength. From this solution, after 
cooling, gaseous hydrochloric acid precipitated the hydrous 
chloride in pure condition. The chloride thus prepared was 
dissolved in water and the strength of the solution was 
determined by precipitating the hydroxide from definite 
portions, and weighing the ignited oxide in the usual manner. 

In the experiments recorded in Table I, measured portions 
of the standardized solution were submitted to the treatment 






23 




-0761 
0,07G1 
0,0761 
O-OTei 
0-01B7 
0.01&7 
0,01S7 
0.04S0 



0.074S 

0.0741 

0_0734 

0.075e 

0,01 40 

O.0147 

0.0 144 

0.0481 

0-0»67 



cm' 

GO 
GO 
GO 
GO 
60 

40 
45 
30 
30 



Jbror, 



0,0016- 
0,0020- 
0,0027- 
0,000^ 
0.0003- 
0.0010- 
0.0013^ 
0.0001 + 
0.0003^ 



/V^^^^^ ^^^ "^^ ether. Tlx© eesential thing in the 
^ri^ v«i\\ave at the end a mixtuxe of the 



^^id -with an equaJ ^volixmo 
at a temperature of a.boixt> 15^ 



vt 



x^^ ^way to secure these conditions seems to be to mix the 



strongest aqueous 
of anhydrous ether 
C. The most con- 



^ \sv««^ ^ Bolutaon of the almninum 



83J.t> ^^rith a suitable volume 
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tlxc ^^^^ this mixtrure with gaseous hydrochloric acid while the 

eat^^^^^^l^ is kept cool by immersing tJxe x-oceptacle containing it 

'Sic^^^^^^^jjgj^^ qI running water, to xxxt^exrxxiix a volume of ether 
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to the volume of the liq^xoicl, ci*nd finally, to treat the 

^ «-^al mixture once more i^tlx tiio gaseous acid to insure 

®*^^^^^Qj^^ Xhe precipitated cry st»lliixe chloride was collected 
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r^^-he hydroxide by ammonia in tlx© usual way and weighed 

the oxide after filtration, wasliiiig, and ignition. In experi- 

*ntB (1) to (4) the precipitateA oliloride was ignited directly ; 
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The experiments in which the chloride was converted to the 
hydroxide before ignition show upon the average an absolute 
loss of about 0.0006 grm. : the single experiment in which the 
ignition took place in steam shows about the same loss — 0.0005 
grm. ; while in those experiments in which the chloride was 
dried and then ignited directly, the average loss amounts to 
about 0.0020 grm. The error of the process which involves 
the precipitation of the aluminum as the hydroxide, falls within 
reasonable limits, but it is plain that the direct ignition of the 
chloride is liable to error, which may possibly be explicable as 
a mechanical loss occasioned by the too rapid evolution of the 
hydrochloric acid and water of ciystallization, or, possibly, as 
the result of a very slight volatilization of the aluminum still 
holding chloiine in spite of the decomposing action of the 
water upon the chloride. In either case, it would seem to be 
reasonable to suppose that a layer of some easily volatilizable 
oxidizer placed upon the aluminum chloride might serve to 
obviate the difficulty — in the one case, by serving as a screen 
to diminish mechanical transportation of the non-volatile 
material ; and in the other, by acting as an agent to promote 
the exchange of chlorine for oxygen on the part of the 
aluminum chloride. 

We have tried, therefore, the expedient of covering the 
aluminum chloride before ignition with a layer of mercuric 
oxide, which of itself left no appreciable residue when it 
volatilized. The hydrous chloride was collected as usual upon 
the asbestos in a perforated crucible, dried for a half-hour at 
150° C, covered with about 1 grm. of the pure mercuric oxide, 
gently heated with great care under a suitable ventilating flue, 
and finally ignited over the blast. The results are given 
below (see Table II). 

It is obvious, therefore, that the precipitation of the crystal- 
line hydrous aluminum chloride from solutions of the pure salt 
is perfectly feasible and veiy complete, when effected by 
aqueous hydrochloric acid and ether thoroughly saturated with 
the gaseous acid and kept cool ; and that the conversion of the 
chloride into the weighable form of the oxide is best effected 
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o.07es 

0.07S4 
0.07S1 



25 
25 
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Brror. 



gna. 

o.oooa- 

0.0007- 
0.0010- 
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layer of mercixric 
precipitating it 



ox:ide, or by dissolving 
as the hydroxide to be 



Of the two methods the 



^ >#^.«T^ ^ — ^ i^«3i5ipitiatang it 

sj^V ^^^' ^ed, and ignited 

il v» "^ ^T ^^ ^e more conveniens. 

^^^^ ^^^^***i°^ o* the aluminixm cliloride in pure condition 

S^^r^^"^^ containing ferric cliloidde ought not, it would 

^^^ ^^aent any difficulty, providing only that the 

^^ ^<^^^ ^ taken to have present a, su£acient excess of ether. 

'^'^l^'^ ^^^'^ ^"^ P^* *o **»o test of experiment with the 

^ oj^ ^,r«coTded in Table HI. 

TABI.X: ra. 



t*9- 



Al,0,takMi 
faiiolatioiiu 
theelilorlda. 


ly ignition 
withHgO. 


present; oub 


Final 
▼olmne. 


Error. 


gm. 
0.0761 
0.0761 
0.0761 
0.0761 


gnn. 
0.0767 
0.0766 
0.0765 
0.0755 


0.1& 
O.X& 


26-30 
26-30 
26-SO 
26-30 


grm. 
0.0004- 
0.0006- 
0.0006- 
0.0006- 



TLreesuiedportionB of the standardized solution of aluminum 

hldxi-'de were evaporated nearly -bo dxyxiess in a platinum dish, 

^^anount of pure ferric chloxide eqiaivalent to about 0.15 

^ > . of the oxide was added in. a. ^exy little water, 16 cm» of 

S^ mixture of strong hydrocliloxdc acid and ether in equal 
oax=Tte were introduced, tlie Uqnid -was saturated at 15" 0. with 
S»eou8 hydrocHoric acid C«^e dislx laeing held in a convenient 
^^ce for cooUng it by mm^ng .^^*?;> ^ m» more of ether 
.w»^ added to Becuie complete xnxacibility of the solutions, and 



26 



SEPARATION OF ALUMINUM FROM IRON. 



more gas passed to perfect saturation. The aluminum chloride 
was collected upon asbestos in a perforated crucible, washed 
with a mixture of ether and aqueous hydrochloric acid 
thoroughly saturated with the gaseous acid, dried at 150^ C. 
for a half-hour, covered with 1 grm. of pure mercuric oxide, 
and ignited at first gently and finally over the blast. 
The results show plainly a very satisfactory limit of error. 






OF JVrOLYBDENUM 
^^ :b*. a. gooch:.* 



>^yd^^e ^^ . .\ l^bora^toxy t several modes of 
r .lo^S^\i\r^^ ^Jt^ ~dxxotdon of molybdic acid 
^1^ ^ ^A t7 f"""^^' ^^^ **^^ ^^ digestion process 
'^^^^^^vTt J^t^^^* i« ^f ^«^ lixnited appUcability, 
^^^^^l^'^'' ^} thex^aotioxx of x-eduction if Lersibte. 
^\Ir<^^' appeared that the ixso of tbe same reaction by 
''Cotv^^^^^ «^^ Eiiler§ in a distiUstt^om process, so arranged 
^a/^5^ ^ ^^>^^^ 8®t free in the reduo-fciori might be caught in 
^^^"^ X^^s^ and titrated to sex-ve a^ the measure of the 
^^ ^^^yg action, was not sufficiexxtly x-egular because of in- 
ted^^^^^on to minor details. It ^v^as sixown that by taking 
***®^ j^jf^ adjust the conditions eoxxst^axit results might be 
^5^^^?j^j^cd. Thirdly, the fact wa^ developed that by simply 
^^^l^MB ^® solution under well defixxed conditions in an 
^^jjj^^jy Erlenmeyer flask, partly olosed by a simple trap, 
^, j-^uction of the molybdic ctexd i>x-oceeded regularly, and 
4-Yiftt ^® addition of standard, xodixcxo to the solution made 
IkaJi^® "with sodium bicarbonato sexrved to restore the original 
j^j^on of oxidation of the xxxolytodic acid. The results 
f fclxis treatment were shown to l3e accurate. 
Xjv a recent paper \1 Friedheixxx Ixaja seen fit to make our 
jno-^dfications of tiie distillatioix -pxrooess the subject of attack. 
FrSi.edheim'8 comments upon tlxe tixixd method discussed (as 

«^ Prom Am. Jour. Sci., iii, ^"J- 

-t Gooch and If airbaixkB, Am. Jour- S<A., U. X57. Volume I, p. 876. 
rX Zeitochr. anal. Chem.. xx, 607 . 
5 Ber. DtBch. chem. Ge»-» xxviii, 206O. 
\ Ber.Btficli. cbem. Qe8.> xxix, 2081. 
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well as upon a subsequent application of the process) * aie 
evidently prompted wholly by personal opinion and demand 
no further attention. With reference to Friedheim's denial 
of the necessity of modification in the Friedheim and Euler 
treatment the case is different. 

The process of Friedheim and Euler consists, it will be 
remembered, in treating the soluble molybdate, or the solu- 
tion of molybdic acid in sodium hydroxide, with potassium 
iodide and hydrochloric acid in a Bunsen apparatus, boiling 
until the solution is of a clear green color, collecting the 
iodine distilled in potassium iodide, and titrating it with 
sodium thiosulphate. We found that the development of 
the green color was not a sufficient criterion of the exact 
reduction of the molybdic acid to the condition of the 
pentoxide and of the removal of the iodine which should be 
theoretically set free. To accomplish that end we found it 
safer and more convenient to start the distillation with a 
definite volume (40 cm^) of liquid and boil until a definite 
volume (26 cm^) was reached, care being taken with regard 
to the strength of acid and the excess of potassium iodide 
employed. Experience showed unmistakably that in order 
to avoid the decomposing action of the air upon the hot 
vaporous hydriodic acid in the retort, it was necessary to 
go beyond the measures advised by Friedheim and Euler 
(namely, to warm the retort and its contents slowly, heating 
to boiling only when the connecting tube was well filled 
with iodine vapor and the tendency toward back-suction of 
the liquid in the receiver began to appear) and to conduct 
the operation in a simple little apparatus (the retort holding 
about 100 cm*) put together entirely with sealed and ground 
joints, as shown in the figure of the former paper, so ar- 
ranged that a current of purified carbon dioxide could be 
passed through retort and receiver during the distillation. 
With this apparatus we were able to determine with accuracy 
the point of concentration at which the free iodine left the 
liquid, the molybdic acid having been converted to the con- 
* Am. Jour. Sci. ii, 181. Volome I, p. 391. 



■M^^^^ ^^ occvirx^^ee ^Tti. '^^^ **^' ^ dependence is 

^-M>^^><i to <iete™r« ^^ ***® so-caUed clear green color 

\^ Iwippea tW^_ ®"** *** the distillation, it may 

' place, it w^n 1^ iodine remains in the residue. 

^^e, so tlTr^Tr® ol>8«rved, in the atmosphere of 



l«Bflr^Xide, ^^a?T\J^ observed, in the atmosphere of 
tjie^^^ibiUtv iJ^lJr® P^se'ice of the free iodine can 

lK/>f^'^ liVdri^* ^^*^ ^ ***® action of atmospheric 
" ^^Ti.- **y«tnodlo acid !rexn».inin». „*^„_ 4.1.- j.-x.,, .. 



Tl/^ '^^- 6^'^° ^^ remaining after the distillation 
1 J^y> U i«««i.S^ °*^^^' ^""^^ ** appeared that, if the 
^"^y^J^^^ *^ ^' *^^ "-olylKienum pento^de may 
^'ft^^^^^iS^^*'^ ^*^ conseqixem evolution of more 
^a^^^ ^*P«ct«d amount of iodine. t^^ <.♦+„; * 



'^^^^ \^^ft * amount of iodine. Tlie attainment of an 

^ v\^ .^T «»duction with the e:«pulsion of the corre- 

^^■^ ^ount of iodine beconxes, therefore, a matter of 

'^^^^•^^ further precautions are taien. We found in 

^^«» ^^^™^®^*8 *i*"»'t» if amounts less tOian 0.3 grm. of the 

•^^ ^-t^mC^ acid are introduced in soluble form into the 100 cm* 

«v<3ci<^^^^^ a not too great excess of potassium iodide, and 

-esStfJ*" ^jOT? of liquid so constituted -tliat; 20 cm» of it shall be 

^e ^ ,^jid 20 cm' the strongest liy«irocliloric acid, the reduc- 

•«?a.*®* -jMceeds with a fair degree of reg'ularity in the manner 

^"^ ^t^ed. We found it importaxi-fc txy xestrict the excess of 

6*-Y®^^j^jn iodide so that it shall ne'vex exceed the theoretical 

P***^5«ment by more than 0.5 gnn. 

'^^^^ determinations with th.e p-«xxre molybdenum trioxide 

-ho^ed errors varying from O.OOIO s^^m. -|- to 0.0007 gim. - ; 

^ -v-ariationa from theory in the e-atpexriments with ammonium 

IvTadate ranged from 0.0011 grxn. -+- to 0.0011 grm.-. If 

*v,°»e results ate compared ^vitii. -those given by Friedheim 

\ Etier, the advantage is a litfclo in favor of the latter; 

^te. a scrutiny of the figures given. l>y Friedheim and Euler 

de\^elop8 the fact that the apparent accuracy of tiieir work 

5- bounded upon miscalculations. Tliis feet was known to us 

at ^«he time of out ionner ^,nn.Ung, \>Txt vre did not consider it 

es^ntial then to make the mattex public. The recent attack 

ot Friedheim makes that course no^ necess^. 

THerewilh is reproduced a taV>\e of results obtamed by Fned- 
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heim and Euler in the test of their method upon ammonium 
molybdate, shown by analysis to contain 81.49 per cent of 
molybdenum trioxide. The figures which are incorrect are 
enclosed in brackets: 

OSIOINAL FlOUBBS OF FrXBDHSIM AKD EuUiB. 



-o^jd- 


''^' 


fomuL 


Per cent of 

MoO. referred 

to molybdata 

tiWttni 


gnn- 
0.2674 
0.4418 
0.4076 
0.3281 
0.4340 
0.4098 
0.4806 


80.8 : 
60.8 1 

49!43 
46.68 
49.08 


) lcm« = 
0.00709 
MoOt. 

lcm« = 
0.007086 
MoOf 


grm. 
0.2184 
0.3601 
0.3317 
0.2644 
0.3602 
0.3804 
0.8478 


[81.71] 
81.61 
81.40 

r81.86-| 
81.60 
81.67 

L81.78J 



Appended is a recalculation of the percentage of the trioxide 
found, with columns showing the percentage error and the 
error stated in fractions of a gram. Changes from the figures 
of Friedheim and Euler are in heavy-faced type. 

BbCALGULATION of THB BbSULTS of FBISDHSIM Ain> EULEB. 



CorrMted 

per cent of MoOa, 

f oand, referred to 

the molybdate. 


Brrorin 

Deroentof 

MoO, found 

compwedwith 

MoO, taken. 


Brror 
ofMoO,. 


81.68 

81.61 

81.40 

80.58 

80.69 

80.62 

80.79 


0.28+ 
0.03+ 
0.12- 
1.12- 
0.99- 
1.06- 
0.86- 


grm- 
0.000&+ 
0.0001+ 
0.0004- 
0.0080- 
0.0086- 
0.0086-- 
0.0080- 



These figures of their own (properly calculated) are suffi- 
cient to show the inadequacy of the method of Friedheim and 
Euler. We ourselves were occasionally able to get results 
from the method of Friedheim and Euler quite as good as 

• Probably 46.7. 
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SI 



I 



these; it must be saidj however, tlmt most of our results 
obtained by tJieir uimiodified method have been even worse 
tlimi their own. 

lu another series of six determinations, in which molybde- 
num trioxide was the starting-point, Friedheim and Euler 
were more successful, the errors varying from 0.0006 grm.+ 
to 0.0006 grm-^. Thus Friedheim and Euler establish by 
their own results the fact that the hitting of the right point at 
which to stop their process of boiling is a matter of chance. 
In spite of the probabilitj^ that some of the iodine which they 
found in the receiver was liberated by atmospheric action^ the 
fact remains that their results are in many cases very low. 
That is, they did not boil long enough. 

The difficulty appears again in the modification of their 
method which Fri^heim and Euler apply to the determination 
of molybdeniun trioxide associated with vanadium pentoxide,* 
namely, the distillation with phosphoric acid and potassium 
iodide of the residue left after reducing the vanadium pentox- 
ide by hydrochloric acid and potassium bromide, according to 
the method of Holverscheit. We reproduce the part of their 
table which refers to the determination of the molybdenum^ 
adding) however, columns containing the errors and corrected 
percentages. 



I 



MoO. 


HoO. 


Per cent 
«&0. 


Entjf, 


Pftroent 


gra, 
0.15037 
0.16896 

0.17768 
0.24976 

0.8{n6l 


0.16006 
0.16879 
0.17729 
0.24002 
033607 


99J9 
90.90 

99.96 
[99.87] 


0.00032^ 
0.00016^ 
0.00029" 
0.00013" 1 
0.00456+ 


09.79 
99.90 
99 84 
99.96 
101.30 



Four of the five determinationB are accurate, but the fact 
that all figures are carried out to the fifth decimal place does 
not keep three good-sized figures out of the error column for 
l^e fifth determination. 

• Ber DUch. chem. Ges., irriii. 2072. 
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It is hardly necessary, in the light of a comparison of the 
results of Friedheim and Euler with ours, to discuss farther 
the unreliability of the unmodified process. The necessity of 
a proper control of the volume, strength of acid, and excess 
ofi^^tassium iodide, as well as proper protection from atmos- 
pheric oxidation, is reaL 



, t**o<^ **^^ ioa\ 

^ xa)0»^ excess ^^ vT^^ ^**^^ ^ ®*^y ^^"^ 
.«^ lofg ittcei ^ ^^aiog *» tK,. ^^^*^c acid mth the 

id, it ^ ,Pefl8 0* * A trT*.-^^^^^^' *o acidify— best with 
S^odi^t* aj *^n^\d-^J? ^*=^^ tbe ioda^thuB set free 
^ute ^^P^'^o^P^'^' °''^^**^ of the iodine found being 

^t»a *o ^^ To^ teceti«.y \>y :Riegiert that this reaction 
It bas ^^^ °«^ to t3o» y^»«itit».tave estimation of iodides, 
^jiy be aiso app^ ^^^ tii© aAaition of a known excess of 
the iodift® *\^^ .^^e aolnlioTi \>eing removed by petroleum 
iodic ac^^ **l w.mA\ia^ ^o*^^ **^*^^ titrated directly with sodium 
etJxer,a^d^^«"^ 

^osulpb®'^' ^^estig*^^^ ^wa-s undertaken to define more 

Xhe V^^^^ 'lixnit oi applicability of the reaction and to 

paxWi^^'^^ asiblei ^ direct method for the quantitative esti- 

eat^^^^ -deleft dependent upon the action of iodic acid or 

^rxxa"^^^ ^ Vi tjiese^^® ^^ free sulphuric acid» neutralization 

^^ xc^^ ^. Y^^ ineaBS of an acid carbonate, and titration of 

Q^^eeo^^^^ Y)y aTseuious acid — five-sixths of the iodine 

♦Vye tiefi ^^^^^ cTeditei to the iodide to be estimated. It 

^y.xx& iotmA wmg 

X^^^ g^ ^^ 298. t Zeitschr. anal. Chem., xxxr, 305. 
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has been found that by fulfilling certain necessary conditions, 
the proposed method is entirely successful, so far as concerns 
the estimation of iodine in iodide solutions free from large 
amounts of chlorides or bromides. 

In a system containing a considerable quantity of free 
iodine wiUi variable amounts of the other reagents mentioned, 
as well as possible impurities, it is conceivable that secondary 
reactions may occur, depending largely on conditions of mass, 
time, and temperature, and of a sort likely to alter the amount 
of recoverable iodine, or to exert an excessive oxidizing influ- 
ence on the arsenious acid finally titrated. It has been estab- 
lished by Schonbein, Lunge and Schloch, and others, that 
iodine forms compounds with the alkalies of the type R-O-I, 
and Phelps* has recently found that the formation of some 
such compound, accompanying the iodate naturally expected, 
is distinctly recognizable when iodine and barium hydroxide 
interact at ordinary temperatures. It has been shown, also, 
in a former paper from this laboratory! that free iodine or an 
iodide interacts very easily with iodic acid in the presence of 
dilute hydrochloric acid with the formation of iodine mono- 
chloride, according to the equations: 

HlOa + 21, + 6HC1 = 3H.0 + 6IC1. 

HlOa + 2KI + 5HC1 = 3H,0 + 2KC1 + 3IC1. 

Moreover, organic compounds containing the groups —I = 

and — I ~ ^, in which iodine seems to be analogous to nitrogen, 

result in great variety from the oxidation of halogen sub- 
stitution products. It would, seem, therefore, that the 
formation of inorganic reduction products of iodic acid under 
the conditions likely to obtain in this analytical process might 
be by no means beyond the bounds of possibility. 

A few simple qualitative tests to determine the possibility 
of interaction between small quantities of iodine and iodic 
acid alone met with negative results. Thus, a single drop 
of a decinormal solution of iodine, made as usual in potassium 

• Am. Joup. Sci., ii, 70. Volume I, p. 370. 

t Boberts, Am. Jour. ScL, zlyiii, 157. Volume I, p. 267. 
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^^^y- — Xi>^^ 



^c,i$ OP rozi, 

^(,cm«oia^^ 85 

"'^.rb*^ either ox^^^^^^oi ^ ^^^ 

y^^^ < iodic ««»^^^ot>^ do o^J^^V^^ U in the eystem 
1^^^°^i^>'^ ^tt ^'^ ^^^dixx^^^^^ iodic acid and 
^^^^\^\<^^^''^<. ^'^ atxic^^^^^^^e, such action 

'^^?>^"'^<tteV)et^^^\ude ^^:^^ of these materials. 
V>^t »pP'*^«t,i°^ ''°*' Ltio^ oi a. l^J^^^^^ty o^ perceptible 

"Cs^^^t* oi ^^etxce ot ^ ^^ P«>^bly of hydro- 

^^ *" ani iodii®' «»*^_-_ J"^ Y^^ reaction of the alkaline 
^^odii^e. TIu «^*^t ?^ ^oxxbtLass complex, more or 
2^"*^ -CSl^^^^^^^ proportions and dilution. 
Sfl tevei»^^«' J^e iottf^f /^tjvoxxs is towani tiie induction 
^e tendency o ^^ .^^^ ^ ana ti^o loTmation of the chloride 
oftbetnolectue ^.t^s, ^Miss Roberts' demonstrated 

o, btoimde oi ^^jocWoric a^i^, so dUute that by itself it 

jbat a so^^^-^^JJ:^ on ^o^^° '^'^^^ ®**^ iipon a mixture of iodic 
ia ^tbout ettw ^^ ^0^^^© ox an iodide to form iodine 

^id ^^ ®^ rj<Y^e ao^o^ o* the acid carbonate upon the 
xBonocbloTW^^ ^^ VjToTsa^® ™^*y produce a salt of the oxy-acids 

jjid free ^°*^ \ ggectSi^^^®* ^® conditions of analysis, of the 

T^® pTftCOfi iodine, iodic acid and the halogen acids in 

.jgg^o'U "* Vnhuiic ac^d, and of reactions which may occur 

T>xeae^**® V *JoTi M ''^ *°^ carbonate, Avere studied in detail 

^ a, •ooflw'ey g^riments of Table I were made to bring 

,j<^g pieMttuaa jj^g^^tralizing ■with the acid carbonate and 

oat ^e ^ titrating "^^^ "^ alkaJine arsenite a solution 
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TABLB L 

Efisot of thb Cabbonatb. 

[5 cm' H,S04 (1 : 8). Total Tolume of liquid, 260 cm>.] 



Bxp. 


I(inKI)tekm. 


KHCOtinttOMk 


Ifonnd. 


Brror. 


Hi 

iti 

SI 

(7) 

\v 

(9) 
(10) 
(11) 
(12) 
(18) 

14) 


gnn. 
0.0718 
0.0716 
0.0718 
0.0710 
0.0728 
0.0718 
0.0718 
0.8566 
0.8568 
0.8667 
0.8596 
0.8566 
0.8672 
0.8667 


Very small. 
Very small. 

10 

10 

10 

20 

20 
Very smaU. 
Very small. 

10 

10 

10 

20 

20 


gnn. 
0.0707 
0.0710 
0.0710 
0.0706 
0.0717 
0.0709 
0.0709 
0.3660 
0.8661 
0.8668 
0.8588 
0.8566 
0.8660 
0.8669 


gnn. 
0.0006- 
0.0006- 
0.0008- 
0.0004- 
0.0006- 

0.0004r- 

0.0004^ 

0.0006- 

0.0007- 

0.0004- 

0.0008- 

0.0000 

0.0012- 

0.0002+ 



contaming sulphuric acid and a considerable amount of free 
iodine. The danger of mechanical loss of iodine during the 
effervescence accompanying neutralization, as well as by 
spontaneous volatilization from the surface during the process 
of titration^ was minimized by effecting the neutralization in 
the trapped Drexel washing-bottle to be described later, and 
making the titration in the same tall washing cylinder without 
transfer. To varying amounts of a recently standardized 
decinormal solution of iodine were added successively 5 cm^ 
of dilute sulphuric acid and varying amounts of potassium 
bicarbonate in excess of that necessary to neutralize the free 
acid, decinormal arsenious acid in slight excess of the iodine, 
6 cm' of starch emulsion, and decinormal iodine to colqption, 
the total volume of the liquid being not greater than 260 cm'. 
The results show plainly that while the loss, mechanical or 
otherwise, in the treatment of reasonably large amounts of 
fairly concentrated iodine is perceptible, it is still well within 
permissible limits (amounting to a little less than 0.0005 grm. 
in the mean), and obviously independent of the excess of the 
carbonate in the solution, and of the amount of free iodine 
present. 
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TABLE IL 
Effect of Dilution. 



bp. 




KI found. 


Brror. 


Appvoziiiuita 
▼OI11ZD0 upon 


YolmiM 
H.B^:3) 


m 

If! 

(6) 

m 

Si 


0.0772 
0.0772 
0.1644 
0.1644 
0.3087 
0-3087 
0.3859 
0.3869 


0.0708 

0.07G5 

0.16iS 

0.1541 

0.3090 1 

0.8088 

0.3864 

0.3860 


0.0004- 
0.0007- 
0.000(2+ 
0.0003^ 
0.0003+ 
0.0001 + 
0,0006+ 
0.0001+ 


\m 

IfiO 

160 
150 
160 
160 
160 
160 


aa» 


(IS! 

(12) 


0.OT72 
0.0772 
0.1643 
0.1544 


0.0764 
0.0767 
0.1632 
0.1624 


0.0018^ 
0,0015- 
0,0011- 
O.OOiMK 


800 
BOO 
800 
300 




13) 
U) 
(15} 
(16) 
(17) 
(IS) 


0.0772 

0.0772 

0.1644 ' 

0.1644 

0.3859 

0.3869 


0.0744 
0.0737 
0.1621 
0,1512 
0.3827 
0.8831 


0.0028- 
0.0035- 
0.0023™ 
0.0032^ 
0.0032" 
0,0029^ 


600 

600 
600 
600 
600 
600 


6 
5 


(19) 
(20) 

m) 

(22i 


0.0772 
0.0772 
0.3869 
0,3869 


0.0744 
0.0757 
0.3828 
0.aS27 


0.0028^ 
0,0015- 
0.0031" 
0.0032^ 


600 
600 
500 

600 


10 
10 
10 
10 



In the experiments of Table II the proposed process of 
analysis was tested upon potassium iodide taken by itself in 
varying amounts of a ^ normal solution and 
carefully standardized by the method formerly 
elaborated in this laboratory.* The apparatus 
employed was a Drexel washing-bottle of 500 
cm* or 1000 cm* capacity, according to require- 
ments, with stop-cock and thistle-tube fused to 
the inlet tube and a Will and Varrentrapp 
absorption trap sealed to the outlet, as shown 
in the accompanying figure. The iodide for the 
test was drawn from a burette into the bottle 
and carefully washed down, and potassium 
iodate in excess of the amount theoretically necessary (namely, 




Fio. 18. 



• Gooch and Browning, Aul Jonr. Sci., tttix, 188. Yolome I, p. 1. 
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5 cm^ of a 0.6 per cent solution for every portion of 20 cm* 
of the iodide solution), was added and the volume of the 
liquid was adjusted to the volume at which it was desired 
that the iodic and hydriodic acids should react. The stop- 
per with the thistle-tube and trap was now placed on the 
bottle and the trap was half filled by means of a pipette 
with a 5 per cent solution of potassium iodide. Five cen- 
timeters of dilute (1 : 8) sulphuric acid were added through 
the thistle-tube and washed down ; the stop-cock was clos^ 
.and the solution gently agitated, if necessary, to insure a 
; complete separation of iodine. Potassium bicarbonate in 
saturated solution to an amount about 10 cm* in excess of 
that required to neutralize 5 cm* of dilute (1 : 8) sulphuric 
acid, was poured into the thistle-tube, and allowed to flow 
into the bottle slowly enough to avoid a too violent evolution 
of gas. The stop-cock was closed and the solution agitated 
by giving to the bottle a rotary motion, at the same time 
keeping the bottom pressed down upon the work-table, to 
prevent a possible splashing of the iodide out of the trap into 
the yet acid solution. When the neutralization of the solution 
had been completed, the bottle was shaken until the last trace 
of violet vapor was absorbed in the liquid. The greater part 
of the solution in the trap was then run back into the bottle, 
the stopper removed, and the tube and trap carefully washed, 
the washings being added to the bulk of the solution. Deci- 
normal arsenious acid was introduced from a burette to the 
bleaching point, 5 cm' of starch emulsion were added, and the 
solution was titrated back with decinormal iodine (usually 
only a few drops) to coloration. 

Blank tests made upon a solution obtained by mixing the 
maximum amount of the iodate with 5 cm* of dilute sulphuric 
acid (1 : 8), neutralizing as usual with potassium bicarbonate, 
adding the iodide from the trap and 5 cm* of starch emulsion, 
showed that a single drop of iodine was invariably sufficient 
to bring out the starch blue. Occasionally it was found that 
the mixture, particularly when chlorides or bromides were 
present, of itself developed a trace of color, but by no means 
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a reading tint* A correction of the one drop of iodine 
necessary to bring out the color reaction in the blankSi was 
applied uniformly in tiie analytical process. 

The nuinber of centimeters of decinomml arsenious acid 
required to bleach the free iodine, multiplied by 0.01383 
(log. £140822) gives the number of grams of potassium 
iodide taken for analysis, being equivalent to five^ixths of 
the iodine liberated in the solution. 

From these results it appears that the degree of dilution 
of the solution at the time when the mixed iodide and iodate 
are aeiditied has an important influence on the completeness 
of the reaction. Thus, the mean eiTor of the determinations 
in which the voliuue at the time of the reaction did not 
exceed 150 cm^ was pnK^tically nothing, while the errors at 
volumes of 300 cm^ and 500 cm^ amounted to 0.0016 grm. and 
0,0028 grm* respectively- It is obvious that the doubling 
of the amount of sulphuric acid used in acidifying does not 
increase the amount of iodine liberated at the highest diluticm* 
The plain inference is that the interaction between the iodide 
and iodate should be brought about in a volume of liquid 
not much excelling 150 cm*. 

in the following series of experiments, recorded in Table 
in, the effect of the introduction of a chloride or bromide 



TABLE IIL 
Effect of Crloridb akd Beomidb. 



Sxp 


RJ taken. 


Kl found. 


Krfor. 


KiCl lBk«n. 


KBr tek«a. 




grm. 


gnu. 


grm. 


gnn. 


groL 


(1) 

m 


0.0772 


0.0795 


0.0023-f 


0-2 




0.0772 


0.0784 


0.0012-h 


0.2 




0,0771 


0,0823 


O.0O62+ 


0.& 




ii 


0.077S 


0,OS19 


0.0046+ 


0.6 




(5) 


0.1&44 


a 1688 


0.0044f 


0.6 




(6i 


0.1&44 


ai5^ 


0.0046+ 


0.6 




iT' 


0.0772 


0.0802 


0.0030+ 




0.2 


8) 


0,0773 


0.0853 


o.ooecM' 




0.2 


(10 


0.0772 


0.0S73 


0.0101+ 




0.5 


00772 


0861 


0.008&+ 




0.6 


(12) 


0.1644 


o.i«;t4e 


0.0102+ 




0.5 


0.1643 


0.1020 


o.ooea+ 




0.6 
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into the iodide (before the iodate is added) was studied. The 
volume of the liquid at the time of acidifying was fixed at 
160 cm' approximately, and 5 cm' of the dilute sulphuric acid 
(1 : 8) were used. The mode of procedure was otherwise 
similar to that of the foregoing series. 

The influence of sodium chloride and potassium bromide 
in increasing the amount of iodine liberated is plain. The 
increase comes without doubt from the iodate, and is doubt- 
less due to the formation of iodine chloride or bromide, during 
the acidifying, by the interaction of the free iodine, the iodic 
acid, and the hydrochloric or hydrobromic acid, according to 
the reactions previously discussed. It is plain, therefore, 
that the value of the process in the determination of iodine 
in an iodide is restricted of necessity to those cases in which 
it is known that chlorides or bromides are not present to 



TABLE IV. 

AlfALTSIS OF PCBB POTASSIUM lODIDB. 



Uxp. 




KI found. 


BiTor. 




gnn. 


gnn. 


gnn. 


(1) 


0.0814 


0.0616 


0.0002+ 


(2) 


0.0814 


0.0813 


0.0001- 


(3) 


0.0814 


0.0806 


0.0009+ 


(4) 


0.0816 


0.0809 


0.000ft- 


(6) 


0.0814 


0.0808 


0.0006- 


(6) 
(7 


0.0814 


0.0806 


0.0008- 


0.0814 


0.0812 


0.0002- 


(8) 


0.1628 


0.1624 


0.0004- 


(9) 
(10) 


0.1028 


0.1617 


0.0011- 


0.1628 


0.1621 


0.0007- 


(11 
12) 
(18 
(14 


0.1028 


0.1619 


0.0009- 


0.1628 


0.1624 


0.0004- 


0.1628 


0.1621 


0.0007- 


0.1628 


0.1626 


0.0002- 


(15) 
(16) 


0.2442 


0.2461 


0.000^ 


0.2442 


0.2442 


0.0000 


(17) 


0.2442 


0.2430 


0.0003- 


asi 


0.8266 


0.3268 


0.0002+ 


(19) 


0.8266 


0.8266 


0.0000 


(20) 


0.8266 


0.3268 


0.0002+ 


(21) 


0.8266 


0.3272 


0.0016+ 


(22) 


0.3266 


0.3266 


0.0000 


(28) 


0.4071 


0.4076 


0.0006+ 


24) 
(26) 


0.4071 


0.4080 


0.0009+ 


0.4071 


0.4073 


0.0002+ 



^ e^^'*'«C«^l'^ ^'^^^^^^TSv.*^^ standard of a 
V,Ve ^ V iM find lis^txal^^^y ^ in so many 

t^^^^S ^n '^^^ '°^^« S;^ ^^ "^^^ "^'^^^ "^ 

ei««*^C^^o5V«''' ftvolmue ot ^S ^O oTn' of ^ iodide) 
^ *ft^" ;^^^' * !e vised to V>5^^^ J^O «'"'' ^ cm» of 

ieie*^ a^'^itjjtt^^^^d W8«^^^^^ after the neutraU- 
X ^*<.X^^° "Ct^ ,^ ^?^t>\ete, and the free 
^U^'Yx^ ."^^ ^y^^^f. ^^^^oxmal arsenious a<.id, 
V t^ ^"C beiBg ^« *^^ X>^^ovt8ly described in 

the ^^^^ ^tilt oi a sexies of se>-g-©xal detenninations in 

dM- <et9«® ^ p*ce88 CO-^ g^*-> <=>* X>ota8sinni iodate was 

■^^ * g^* be ptac^caXVy idexitical ^vith that of a similar 

'W^*'^ ,<>^«**^^YasmaJVe%ce8S of tixo iodate was employed, 

ase^ ^ ^^°^ to >3e xfliiveceasaxy ixx aaiy practical work to 

e®^®* fc i* *P^^^*\nt ol ioda^ belo-w tilxo amount necessary to 

80 ^'** V \!Dii »^ ,;mvun (itta^^^^y *** potassium iodide which 

<i®°°^^li8»^^r!^x Se ea^asoa-t^OD- of iodine in a soluble 

■flre^*^^^a»^ ^^-^^ gjjyoxuots of chlorides or bromides, 

^^-. ftee feoia ^° it does xipon a single standard 



eoV*^ 
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THE ACTION OF UREA AND PRIMARY AMINES 
ON MALEIC ANHYDRIDK* 

Bt FREDERICK L. DUNLAP ahd ISAAC K. PHELPS. 

Ik a fonner article,t a method was described by one of us 
for obtaining imides by the action of urea on the anhydrides 
of dibasic acids. It was shown that the formation of imides 
by the interaction of urea and anhydrides was to be explained 
by the addition of the urea and the anhydrides to form an 
acid, which when heated, decomposed with the formation of 
the imide, carbon dioxide and ammonia. These reactions can 
be shown by the following equations: 

R" <C0>^ + NHaCONH, = R" <coOH^^^^"- 

R'' <cOOH^^^^ = ^ <C0>^^ + ^^« + ^^- 

In some cases this intermediate product, formed by the 
addition of the reacting substances, was readily isolated, and 
upon heating to certain temperatures, it was found that this 
addition-product decomposed with the formation of the imide. 

It was found, in particular, that maleic anhydride formed 
an addition-product with urea, and we hoped to obtain the 
unknown imide of maleic acid by the decomposition of this 
addition-product. 

MaleUric Add. — When equal molecules of maleic anhydride 
and urea are heated to 100° -1 06'' C. in an oil-bath, the mixture 
melts, and if this temperature is maintained for a short time, 

* Prom Am. Chem. Jour., zix, 492. 

t Am. Chem. Jour., xyiii, 332. Volume 1, 866. 




.t<» ^^« and 0.0761 

SAO ^"^.^^ 

^la » ^^^o^u^^^ in e>xl^^^ ^^^ alcohol, fairly 
^^e^' co^i^^^'f^t^e, a^^ ^tix^., ^^torm, benzene, Ugroln, 

^h^i^di^'^B ^^ ^ ^^^ in the following 

^"""^'VcOnq +5^*°^^^^ -- ^ ~ C -CONHCONH. 

^" ^ Av^ N^ ®^^^ ^ ^^^ ionnation of the imide of 
jj^diffic^^ trotJ^ ttie mal^Uxic acid, or by the direct 

^^^^^ "^t ^eic i^^^^^ ^>^^ iirea ; for, in the ca^s 

heating ^^ , . ^e te»^^^ xaix ^^vith great smoothness and 

already ^^^ eo^e t)3^o>«rxx xeason, the unide of maleic 

ease. ^^ ^^ y^^ oW^^^ — ^* least in quantities for complete 

j^cid cotila BO ^ ^^^ many exiperiments were carried out 

identific*^^^ coBJii^^^'^^^ ^nly under one set of conditions 

tindex ^®^^^^^ct ^ laolatea, and then unfortunately the 

coxjlA any ^^^j^QsiBgly small that the study of the compound 

-jield.'^'^f^ Vjandouei- ^^l^en equal molecules of malelo 

\^ ^ , ,^jj^ aje lieated in a boiling-flask, at first slowly, 

^jiiv^d^ ^^ j^ lieat of a Bunsen burner, a vigorous 

^^^ ftjiaUy gVbou dioxide and ammonia took place, and a 

evoVo^^^ ^ i^ I a dflxk-coloi^®d distillate was obtained, which 

gjj^^ aaa^ouix ^^ ^^^ gave a melting-point of 180.5** after 

otx cootog ^ oTjivdroiis acetone. This same crystalline 

^xyBw^ • Loc cit 
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product was also obtained on difltilling the malearic acid. In 
both cases a large amount of carbonaceous residue remained 
in the boiling-flask. 

Although the method of formation of this compound is 
exactly parallel to that employed in the preparation of 
succinimide,* yet the identity of this product cannot be 
regarded as established until sufficient quantities of it have 
been prepaied to subject it to elementaiy analysis. 

The Action of Primary Amines on Maleie Anhydride. 

Anschiitzf in 1889 pubUshed a method by which anilic acids 
could be very easily prepaied by dissolving molecular quantities 
of aniline and the anhydride of dibasic acids in dry chloroform, 
when after standing for a short time the anilic acid crystallized 
out. Following out this line and method of formation, 
suggested by Anschiitz's work, some derivatives of maleic 
acid have been prepared and studied. 

p-TolylmaleUmic Acid, — Molecular proportions of maleic 
anhydride and j^-toluidine were dissolved in dry chloroform, 
and upon mixing these two solutions, there immediately 
separated out a light yellow precipitate. After standing for a 
time to insure the complete precipitation of the product, it 
was filtered off and purified by crystallization &om alcohol, 
from which it separated in lemon-yeUow needles. The pure 
product melted at 201°, with evolution of gas. It is readily 
soluble in ether, acetone, and hot alcohol, but insoluble in 
benzene, ligroln, carbon disulphide, chloroform and water. 
Upon analysis the following results were obtained : 

0.2072 gram substance gave 0.4881 gram GO,, and 0.1068 
gram HjO. 

Calonlftted for v^^^ 

C„H„0^. '««»^ 

C 64.39 6424 

H 5.37 5.73 

* Loc. cit. t Ber. Dtach. chem. Ges., zz, 8214 




Utc* V."'^ a -^ o ^ ^oo^ •^'^ '"' 

yt^Jeamic «^^Vt»^dm«. T:C^^S^ proportions of 
.toWj^^^ and <^ ^oo^ol, txo ^^.^^^^t was purified 

«^^^'l<>^«>^ ^^ ^tea^y «^^;.A ^^^^ P^ it melted 

^^'^'S^ST^ ^'TJT^ ^SoSS"^ ^ aitone,and in 

T>^"iW^ r^de.^^^T^^^?^' and insoluble in 

* oV' V ^^^ legate-. ' ^'^tex, and ether. Analy- 

^^ ^r. ^^"""^ ^-^^3 g^ C0« and 0.1146 



g'^ 64u3a 

5.3T ^12 

■Q. 6.99 



- , i^^atni^J Acid. — -^When molecular quantities of 

'^''''^'^1? iSnme aixA malelc anhydride were mixed in dry 

p-tiap^^Y^^^^^^Q^v they reacted and united as readUy as did 

ebloTO^^^ ^^^^68 and tlie anhydride. Almost immediately 

^e^^ ^^Q^^iine precipitate separated out. This, after 

^ -ye\^o^ ^ hort tixxiBi ^8^* filtered off and crystallized from 

^icaSi^^ * aopai*^ from alcohol in small bright yellow 

^col^o\. ^\ien pnre, melted at 200"^ with evolution of 

-ueefli®®'^. ^lyj^Q in acetone and alcohol, but insoluble in 

&^ ^w> diBtip^^®' chloroform, benzene, ligroln, and 

eti^exi ^^ J^ys\B ga^® ^® following results : 
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0.2033 gram substance gave 0.5226 gram GO, and 0.0948 
gram Rfi. 

Calonlftted for v^.,^ 

C 69.71 70.11 

H 4.56 5.18 



This addition-product is obviously formed as follows : 
H-C-CO. H-C-CONHCu)H, 

II ;o + CioHtNH,= II 

H-C-CO^ H-C-COOH 

o-Naphthylamine appears also to be added readily to 
malelc anhydride, but the product has not been submitted 
to analysis. 



^TIO^ ^o-I^O^ O^ ^^^'^^^^ BERYI. 

Jo«» °^^t^e Mf% a ^^^ ^liloride A1C1..6H.0 
te^^5 -^^^^^'t^t satu^^ -«. strong hydxochlorio 
^ V^^f^ydio^ cl>lo^^« ^^ ^th hydrochloric acid 



90» 



id «»» .,^e fe^® ^^titely soluble in that 



Biedi^' , ^ V)6 *®^rtl».^ ^ ***^^ paper is an extension 

'^' ^IZ ^ «°^lt«lt^.^^^^^on of alnminmn fiom 

of *^ ^^ \ixe Sttbflf^^*- ^^t»rmination of the beryUium 

be^^"^- ; «a the o^*® ®*^^ ^^oxxvexsion to the nitrate and 

ig°^^°^\ «,m\Ba cToi^o^^® BoWtloii -was prepared by dissolving 

^e «^^ ^ axojxaama chloTide of commerce in as Uttle 

the »°^*^\^b\e, ^teciprtataiig aaid washing free from iron 

watex as po ^,^^Joc\Aonc acid, dissolving the chloride thus 

^^ Bteo^ ^^^^^ piecipitaUiig the hydroxide by ammonia, 

obtaajoe* piecipy*^ ^® trom all alkalies, and redissolving 

•^asYtflig VjvdTOchVoiic "*^^^* ^From this solution, after cool- 

\;t VD- j^ -hYdroohloTic acid precipitated the pure hydrous 

^jjg, ^^ ,_^ ptepaxed chloride was dissolved in water 

jj^otwe- ^^ gtandardized by precipitating with ammonia 

^^ ijie BO ^^ weighed portions and weighing as the 

^® hj4^ Bolotion of beryllium used was made by dis- 

***^^ \« Jour. 8ci.,w. Ill- 

, jTOiB A™- - Am. jonr. Sci., U, 416. Thii yolume, p. 20. 
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^^j> 



'4r 



-^^j. 




"^^rsdted oxide y, t.K^^^'i K^ J>C ^b. 

of iiie oxide, »*» . c' oi a qj. ^^ oj r^Oj^ 

chloric a«id aad ^,^' (^^^^ ^ equal »w* V^ i^^ h^ ""* tJ, 

saturated with ^T^^Us ijctrochlori, ^K>^^tJ.\^ 
temperature of s,bout W a ^y ixr^i^ l^^'W^ 

I 1 / ' T^^ ^ C »t a 



A1,0« token io 

lolutioo M the 

cUorida. 





gtm. 
0.0002- 
0.0000 
0.0009+ 



< ^e \>ety^^™^ ^^>xtion were evaporated just to 
poxtioBS 01 ^adis^tot* ^^^ feeing taken not to heat to the 
dryt^^ ?^ ^otot oi ^^ ^^^TTlUiun chloride, a few drops of 
volftti^^^S V ^^^ ^ete aaa^O^ the Uquid was evaporated, 

strong ^ ^^^^ \xeat«»i — afc fi^gt gently, to break up the 
ajid tiie te ^^ ^^^y ^^ ^^^ ^^^^ ^^ ^^ ^^^^^ ^^^^^ 

^trate ^ ^^^ ^^ ^e \>eTyYliixin to the nitrate can be carried 
^^j^ cob:v® ^^_^ ^thout attacking that metal appreciably, 



on ^ ^ Yift taten to xemove thoroughly all excess of 

Yv5C 



^^icung ^^ \)ef OT© the nitric acid is added to the dry 



jidue. (IVW' ^'^'^ given the results of experiments 

^^Taw y^xj^'^e aluminum and the beryllium were deter- 

^ -^tocu {q^jj^ct by precipitation as the hydrous chloride 

^Vaci-^ ^^ oxide after igniting with mercuric oxide : 

^d'^^^g'^^^" ^ conversion of the chloride, through the 
^ Iftttox oy w 



YOli- 



^4 
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nitrate, into the oxide. In experiment (10) (made to get a 
comparison of the methods) the beryllium was recovered 
by precipitating the hydroxide with ammonia from the par- 
tially evaporated solution of the chloride after removing the 
aluminum. 

In experiments (1) to (6), inclusive, the aluminum was 
determined exactly as previously described ; in (6) and (7) 
the solutions (being originally larger) were concentrated 
by evaporation previous to the addition of the ether and 
hydrochloric acid mixture. In experiments (8), (9) and 
(10), the treatment was varied advantageously by saturating 
the aqueous solution directly with hydrochloric acid gas 
before* adding an equal volume of ether, and completing the 
saturation. 



TABLE DX 



Rrp. 


Al,0.t«ken 
in solution 

Mthe 
chloride. 


AlfO, 


Error. 


FiniJ 
▼olome. 


BeO taken 
insolation 

as the 
chloride. 


BeO 
found. 


Error. 


(1) 
(2) 
18) 
(4) 
(6) 
(6) 
(7) 

(10) 


gmx. 
0.1069 
0.1068 
0.1066 
0.1068 
0.1049 
0.1060 
0.1064 
0.1046 
0.1061 
0.1076 


grm. 
0.1068 
0.1044 
0.1069 
0.1060 
0.1047 
0.1067 
0.1063 
0.1088 
0.1048 
0.1076 


grm. 
0.0001- 
0.0009- 

o.oooe- 

0.0008- 
0.0002- 
0.0003- 
0.0001- 
0.0008- 
0.0003- 
0.0001- 


oms 
12 
12 
12 
12 
12 
12 
12 
80 
30 
30 


grm. 
0.0198 
0.0194 
0.0197 
0.0199 
0.0198 
0.0977 
0.1086 
0.1083 
0.1071 
0.1086 


gnn. 
0.0204 
0.0196 
0.0206 
0.0207 
0.0208 
0.0969 
0.1084 
0.1087 
0.1078 
0.1094 


grm. 
0.0006+ 
0.0002+ 
0.0008+ 
0.0008+ 
0.0010+ 
0.0008- 
0.0001- 
0.0004+ 
0.0007+ 
0.0008+ 



These results are plainly very good. 

The manipulation of the process is not difficult. The 
gaseous hydrochloric acid is most conveniently produced by 
the well known method of treating with strong sulphuric 
acid in regulated current a mixture of strong aqueous 
hydrochloric acid and common salt. A platinum dish hung 
in an inverted bell-jar, provided with inlet and outlet tubes 
through which the current of water for cooling is passed, 
makes the best container for the solution to be saturated 
with the gas. It is advantageous to arrange the filtration 
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IX 

THE TITRATION OF SODIUM THIOSULPHATE 
BY IODIC ACID. 

Bt CLAUDE F. WALKER.* 

This investigation was undertaken to detennine the niatnre 
and limitations of the reaction between iodic acid and thiosul- 
phuric acid, and to show the expediency of employing iodic 
acid in standard solution for the direct titration of sodium 
thiosulphate. Rieglert states that iodic acid is readQy ob- 
tained in the pure state, that it may be accurately weighed 
out, and that a solution of it may be exactiy made up to a 
desired strength and kept for a long time unaltered. He 
further states that when a solution of sodium thiosulphate is 
titrated with iodic acid the reaction takes place according to 
the equation, 

6Na^ A + 6HI0, = 3Na^ A + SNaXO, + Nal + 3HjO, 

under which circumstances no free iodine will be evolved 
until all the sodium thiosulphate has been oxidized to tetrar 
thionate ; the first drop of iodic acid in excess, however, will 
react with the sodium iodide that has been formed, and sepa- 
rate iodine, as shown by the equation, 

5NaI + eHIOs = 5NaI0. + 3H,0 + 31^ 

thus furnishing an accurate means for determining the end 
point 

A careful repetition of the work of Riegler has shown that 
his conclusions are in a large measure erroneous. Thus, it 
has been found that the ordinary ** chemically pure" iodic 
acid, purchased from reliable manufacturers, is likely to con- 

* From the Amer. Jour. Sd^ It, 236. 

t Riegler, Zeitschr. anal. Chem., xxxr, 808. 
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tain more than the theoretical amount of iodine, due probably 
to the presence of tlie anhydriile, although iodic acid can be 
safely employed for standardking when it is made in the 
laboratory by dissolving the puritied anhydride, ciygtallizing 
out the acid, and drj^ing over sulphuric acid* Such a care- 
fully prepared product, if used immediately, will be found to 
contain the theoretical amount of iodine* Riegler's proposed 
method of titration depends on two different reactions, and to 
insure the accuracy of the process these must be definite, com- 
plete and non-reversible under the conditions of analysis. 
Thus one molecule out of every six of iodic acid shoidd be 
reduced by six molecules of thiosulphate, with the formation 
of a neutral mixture of iodide and iodate, free from other 
oiddizing or reducing substances. Under these cireumstancea 
it might be expected that iodine will be liberated by the fij*st 
trace of iodic acid in excess. It has been found by investiga- 
tion, however, that although the main reaction between iodic 
acid and sodium thiosulphate may i-esult in the formation of 
sodimn tefcrathionate in the proportions given, there is never- 
theless striking evidence of some other obscure action of the 
thiosulphate, which influences the reduction of the iodic aeid 
in such a way as to make it impossible to calculate the analy- 
ses according to Riegler's reaction- Moreover* a peculiar 
" after-col oration " which invariably follows the first formation 
of the starch blue during the titration of one solution against 
the other, seems to point to the possibility that the reaction 
between the iodide and iodic acid is dependent, luider these 
circumstances, on conditions of timo and mass for its com- 
pleteness. It is not impossible that some tliird compound of 
iodine imsfeible in its nature, may be formed as an interme- 
diate product and thus delay the liberation of iodine. In con- 
sideration of tiie results that have been obtained it appears 
that Riegler's proposed process for standardixing sodium thio- 
sulphate, as well as his related method for the analysis of 
iodides,* must remain impracticable unless they can be modi- 
fied so as to do away with a number of sources of error. 
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The analyses of solutions of iodic acid, during the entire 
course of the work, was invariably performed by adding to 
the portion of the solution to be analyzed an excess of potas- 
sium iodide, acidifying with 6 cm* of dilute (1 : 8) sulphuric 
acid, and recovering the liberated iodine by directly titrating 
the acid solution with sodium thiosulphate, or by neutralizing 
with potEkssium bicarbonate ii^ excess, and directly titrating 
the alkaline solution with arsenious acid. In the latter case 
the neutralization was performed in a trapped Drexel wash- 
ing bottle such as has been described in connection with the 
analysis of iodides.* In either case onensixth of the iodine 
recovered was calculated to iodic acid, according to the terms 
of the equation, 

5HI + HIO3 = 31, + 3H,0. 

It follows from these proportions that to bring the analyses 
within the range of the decinormal solutions ordinarily 
employed, the iodic acid taken for analysis must be restricted 
to comparatively small amounts. In the present work it was 
found convenient to analyze the iodic acid in quantities not 
much exceeding one-tenth of a gram, in which case the varia- 
tion in the results in the same series is found to be almost inap- 
preciable. In both variations of the process one or two blank 
analyses were invariably made, by performing the operation as 
detailed, except that no iodic acid was employed, and the cor- 
rection of one drop of iodine thereby shown to be necessary to 
bring out the starch blue was uniformly applied in the ana- 
lytical work. 

To determine whether or not the purity of the ordinary 
iodic acid is sufficient to admit of its direct application in 
standard solutions, a series of experiments was made. Two 
different samples of " chemically pure " iodic acid were used. 
The first was in coarse granular crystals, and the second was 
in the form of fine powder. Quantities of both of these 
were dried in a desiccator over sulphuric acid to constant 
weight. Neither sample lost weight appreciably when left 

« Gooch and Walker, Am. Jour. Set ill, 293. This Tolame, p. 83. 
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fo'»'^°f^S^ P»p«^ ^^ ^iasoVviixg ^ ■*^*»»i sample of 
^" u. ixiftble iodic anhydride i^ >^^^ * qiaantily of the 

ordinary ^ ,5^^^ a<»i ^^ ^ defecator i^^^^^ °^ ^ 
^nlalf«l. J- P'T^^bly decinox^^:rltof 



pxire noTiD*** oo^mTNic^c , •^ ^^^.i^onnal solutions of 

Lch of tbe fi»t J!'0 «rP^^> and one such solution of the 
fluid sample of iodic acid weie made by weighing out 17.585 
^ dissolvmg in exactly one liter of water at 16° C. 
Convenient portions of eaclx of these Bolutions were analyzed 
in the manner described, with results shown in the following 
table, averaged from many determinations. 

TABLE L 
AHAX.TBM OF Appkommatblt S Iodic Aoid. 



Bohitloa 


^SS* 1 HlCtaken. 


HlOttoimd. 


Bnor. 


I 

n 
m 

IV 
V 


grm. 
A 0.1056 
A 0.1066 
B 0.1065 
B 0.1065 
C 0.1066 


grm. 
0.1066 
0.1062 
0.1066 
0.1078 
0.1068 


gnn. 
0.0011+ 
0.0007 f 
0.0010+ 
0.0018+ 
0.0002- 



These results show that while the deviation from the 
theoretical strength of the solution in the case of the acid 
prepared from the anhydride is hardly appreciable, and will 
not affect the accuracy of any work in which the solution 
may be applied as a means of standardization, the solutions 
made from the purchased product, on the other hand, contain 
a very appreciable amount of iodine in excess of the theoretical. 
That iodic acid is somewhat unstable at 80-40° C, gradually 
losing water with the formation of the anhydride,* is well 
known, and it is quite possible that to some such gradual 
change as this must be attributed the fact that the ordinary 
iodic acid cannot be safely employed as a means of standard- 
ization unless its purity be directly determined by analysis. 
« Dammer, Anorg. Chem., i, 664. 
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defieiency in the amoont of iodic acid actually required to 
produce the blue color was not lessened by introducing only 
three-fourths of the theoretical amount of iodic acid, and 
eetimating the residual thiosulphate mth iodine. It was 
found, however, that the addition of a considemble quantity 
of potassium iodide to the solution, either liefore or during 
the titratiojif had the marked effect of makiug the reaction 
sharp and distinct, entinely preventing the ** after sepamtion '' 
of iodine, at tlie same time postponing the appearance of the 
starch blue until a quantity of iodic acid had been added 
considerably in excess of the theoretical, These experiments 
were repeated with entirely different reagents, and under 
varied conditions of concentration, the resulta in every case 
exactly coniirming those already obsei-ved. 

For the purpose of more particularly investigating this 
subject, there were prepai-ed and standardized an approxi- 
mately decinormal solution of sodium tluosxtlphate, and an 
apprc^ximately one-fiftieth normal solution of iodic acid. 
Measural portions of the sodium thiosulphate solution were 
titrated with the iodic acid in the presence of starch emulsion 
under varying conditions of mass, time and dilution. 

To determine the variability of the end-point of tide reaction 
when the titration was conducted as directed by Riegler, a 
series of experiments was made. Measured amounts of the 
fiodiiun thiosulphate solution were drawn from a burette into 
an Erlenmeyer beaker of suitable capacity, the sides of the 
beaker were carefully washed down with a small amount of 
water, 5 cm^ of starch emulsion were added, and the iodic acid 
was slowly dropped into the smaJl bulk of acid and starch, 
with constant agitation of the mixture, until the first tint of 
blue coloration appeared. The results obtained are given in 
Table III. 

These experiments indicate that the constancy of the end 
teactioii in different titrations of equal volumes of the same 
solution depends to a certain degree on the volume of sodium 
thiosxilphate taken. The resxdts in the case of tiie maximum 
amounts vary within a range of 1,04 cm^, which corresponds 
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TABLE m. 

Varlltioit of ths Ekd Rbaction bxtwsxn ^ Sodium Thiobulfhatb 
AND ^ Iodic Acid, in thb absxngb of Fotabbiux Iodidb. 



Sep. 


^taS£' 


mo, 

introdueed. 


Mmd 
▼ahM. 


Yaritttlon. 




om> 


CIII> 


cms 


em' 


(1) 


6 


28.18^ 








ro.19- 


2 


6 


27.79 








0.63- 


8 


6 


28.08 








0.29- 


?4i 




28.32 




28.82 




0.00 


(61 




28.82 






0.00 


(6. 




28.71 








0.89+ 


17) 




28.88 








0.61-h 


(8» 




28.48 








0.11+ 


(91 




18.94' 








0.26+ 


(10) 
(11) 




18.67 
18.60 




18.68 


. 


0.01- 
0.18- 


(12) 




18.60 J 








[0.08- 



to 0.0085 gnn. of iodic acid, while the average variatioii is 
0.25 cm*, corresponding to 0.0009 gnn. The variation in the 
analyses of the smaller amounts is less, the range being 0.44 
cm', corresponding to 0.0016 grm., and the average variation 
being 0.13 cm', or 0.0006 grm. The probable error which 
these irregularities would introduce in any series of practical 
analyses by this method is obviously greater than can ordinarily 
be permitted in iodometric work. 



TABLE IV. 
Variation of thb End Rbaction bbtwbbn .^ Sodium Thiosulpratb 



AND ^ Iodic Acid, 


IN thb Prbsencb of Potabbium Iodidb. 


Kzp. 


^^^' 


mo, 
Introdaood. 


Mmd 

value. 


Varijrfdon. 




cm* 


em* 


cm* 


cms 


(1) 


6 


82.681 








f0.06+ 


(2) 


6 


82.46 








0.03- 


(3) 


6 


82.67 




82.48 




0.19+ 


(4) 


6 


32.37 






0.11- 


(6) 
(6) 


6 


82.36 








0.12- 


6 


82.60 








0.02f 


(7) 
(8) 


4 


22.80 








0.11+ 


4 


21.98 




22.10 




0.21- 


(9l 


4 


22.17 






0.02- 


(10) 


4 


22.80 J 








,0.11+ 
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Tbe experiments deteaed ia 'r^.V^Xe -nir ^ ^ 

gTams of pota«i^ iodide weie aa^ea. ^^ ^^"f?* ^* *T 

phate bef oie the titrataon was co^i^^^^^ ^^e sodium thiosul- 

Theseexperimenta indicate plaU^ly *rt; . ,, , 

poteasium iodide the end x^actioxx ol Jf^"' ^i',?^"" 1 

^ual volumes of the same sol^tioTx ^ ^1f Hf ^'T""^ . 

of tie amount taken for analysis. ^^'^^^^f ^ independent 

f>.^ ^rr^f^^^nfR vai-ir ^.^^-^^ • J- tte xesults in the case of 

the zttaximum amounts vary ^wxtlxii^ «* ^ * a qi a 

/i/iia-T^T^ £ • Air. a«;/i .™,v.-n *JJJX «fc range of 0.81 cm', or 

0.001^\ grm. of iodic acid, wlnle tixc*^ c^^ • ^- • a ao 

a ^ J- 4.^ a i\rkt\€> **^^ a.^erage variation is 0.09 

em, eorresi^nding to O.OOOa g,^^ Thf variation in the 

analyses of the smaller a^omvts Ib pxa^ticaUy the same as that 

of ttr^e larger, the range being 0,^2 exxx^, corresponding to 0.0011 

gim^ ^, and the average ™atioxx \>eixxg 0.11 cm', or 0.0004 grm. 

It i^ therefore evident that the pxesexice of potassium iodide in 

the sodium thiosulphate U> be tita^ted wiU bring the variation 

of -«he formation of the reading tint vdthin permissible lunits. 

.^^ series of experiments was made to determme the nature 

anc3l effect of the " after colora.tiion" observed to take place 

whz^^en a solution of sodimn tlxios\iIphate, free from potassium 

io^S^de, was titrated with iodic etoid to blue coloration, and then 

\)\^^^ached with sodium tlnosnlpliate. The titrations were 

^^^trformed in tiie usual msuxnex except that the volume was 

^j^justed ]U8t before the addition of the iodic acid, and the 

\cy^^^ that was set free af tex- tiie formation of the first reading 

^^^^^o-t was destroyed at fixed intexvals with measured amounts of 

^^^lun thiosulphate. Xlie results are given in Table V. 

In the experiments ^witii sxnall volumes the evolution of 

:3iodine in any consideTable quantity ceased after two or three 

TiouTS, although the solntioxx >?vould become recolored as often 

as it was bleached fox a nmnber of days. The traces of iodine 

thus set free, however, ^wexe seldom equivalent to more than 

one or two drops of sodium liiiosulphate. The larger volumes, 

however, continued to separate iodine in abundance for a very 

long time. The amount of iodine thus liberated after the first 

coloration evidently varies ^th the amount of iodic acid 

required iox the titration, although not strictiy proportional to 
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TABLE V. 
Effect of Dilutioit Aim Ljlfsb of Time oh the "After Colosatioit.'* 







mo, 

intro- 
duced. 






NHBiOiintrodiioed. 








Kzp. 


?SS5?' 














YohniM. 


IGm. 


46 m. 


11i.45m. 


Zh,45m. 


30 h. 


TtoUL 




cm' 


cm* 


cm* 


cm* 


om* 


cm» 


CQl* 


cm' 


cni» 


(1) 


6 


27.68 


0.26 


0.13 


0.08 


0.00 


0.03 


0.49 


60 


(2) 


6 


Sr7.70 


0.20 


0.10 


0.03 


0.03 


0.03 


0.S& 


60 


S 


e 


28J7 


0,16 


0.10 


0.08 


0.01 


none. 


0,80 


60 


i 


6 


27,03 


0.60 


0.26 


0.09 


o.oa 


none. 


0.98 


150 


i& 


6 


27.60 


0,93 


0.28 


0.00 


0.0* 


0.04 


L35 


150 


(Oi 


6 


28.00 


1.34 


0.46 


0.17 


0.03 


0.14 


2.14 


200 


h' 


6 


28.85 


L20 


0.50 


0.28 


O.Ofl 


0,27 


2 31 


300 


(8i 


6 


3U63 


1.46 ; 


0.74 


0.10 


0.21 


0Ji3 


2.74 


2fiO 


(Oi 


6 


29.00 


1.04 


0.80 


0.23 


0.15 


0.46 


2.48 


260 


(10 1 


6 


36 09 


1.60 


1.23 


0.63 


0.34 


0.18 


3.98 


300 


nil 


6 


S7.59 


165 


1.33 


0.72 


0.27 


0,10 


4.07 


300 


(12 1 


6 


37.23 


1.92 


LOS 


0.64 


0.33 


« 




300 



it. Both of these quantities increase at a regular rate with the 
volume of the solution. 

To show with what accuracy the reaction between sodium 
thiosulphate and iodic acid may be applied to the direct 
estimation of one of these substances by the other, the 
averaged results of a large number of titrations are compared 
in Table VI. The operations were conducted as directed by 
Riegler, equal measured volumes of standardized sodium 
thiosulphate being titrated with iodic acid of known strength, 
in the presence of starch and under different conditions of 
time, dilution, and mass, the volume of iodic acid required to 
produced the blue coloration being in each case compared with 
the volume theoretically required by the terms of Riegler's 
equation. 

These results show plainly that the amount of iodic acid 
required to decompose a given amount of sodium thiosulphate 
maybe considerably above or below that required by the terms 
of Riegler's equation. Thus, with small volumes, and in the 
absence of potassium iodide, the thiosulphate is destroyed and 
the separation of iodine commences when only 93 per cent of 
the theoretical amount of acid has been titrated. At higher 
* No obsenration. 
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dilutions the axstion is retarded, so that at 260 cm* veiy nearly 
the theoretical amount of acid is required to produce the first 
blue color, and at 800 cm^ an excess of 21 per cent over the 
theoretical amount must be added. If the " after separa- 
tion '' of iodine is conddered to be a measure of the excess of 
iodic acid, and if its amount is accordingly applied as a 
correction, it appears that for all volumes below 800 cm* the 
original thiosulphate is completely destroyed when about 90 
per cent of the theoretical amount of iodic acid has been added. 
The presence of potassium iodide in the system retards the 
action, so that at small volumes an excess of about 8 per cent 
of iodic acid must be added to completely destroy the thiosul- 
phate and commence the separation of iodine. It is obvious 
from the preceding experiments that the reaction between 
iodic acid and sodium thiosulphate is so indefinite in its nature, 
and so dependent for completeness on conditions of time, 
dilution, and mass, that its direct application as a means of 
standardizing solutions must remain impracticable. 

• HlOg added to flrat blue color. 

t Calculated by subtracting from the amount of iodic acid originallj 
introduced, the Tolnme of thiosulphate of equal strength required to bleach 
the solution after standing twenty hours. 



THE COMBUSTION OF ORGANIC SUBSTANCES 
IN THE WET WAY. 

Bt L K. PHELPa* 

In a former paper f I have shown that carbon dioxide may 
be estimated iodometrically with a fair degree of accuracy. 
Inasmuch as this method is not dependent upon the rate of 
flow or rapidity of generation of the carbon dioxide, it seemed 
possible that some advantage might follow its application to 
the determination of organic carbon, oxidized by liquid 
reagents. 

Method of Oxidation by Potasnvm Permanganate. 

The first experimental test in this direction was made with 
oxalic acid, which was oxidized according to the well-known 
reaction of potassium permanganate in the presence of sulphuric 
acid. The apparatus used was the same as that previously 
described in tiie iodometric process, referred to above. It 
consisted, in the main, of an evolution flask, and an absorption 
flask, properly cormected. As an evolution flask, a wide- 
mouthed flask of about 75 cm^ capacity was used. This was 
closed by a doubly perforated rubber stopper, carrying a 
separating f imnel for the introduction of liquid into the flask 
and a glass tube of 0.7 cm. internal diameter, which was 
expanded to a small bulb just above the stopper, to carry off 
the gas. This exit tube was joined by means of a rubber 
connector to a tube which passed through the rubber stopper 
of the absorption flask, which was an ordinary round-bottom 
flask of 250 cm^ capacity. This tube ended in a valve of the 

* From Am. Jour. Sci., iv, 372. 

t Am. Jour. ScL, vol. ii, p. 70. Volume I, p. 960. 



nearly to ^ ^f ^ a\)BOTpUoti flask, ^ i^!,T°'^ ^^" 

tube closed by ^^^ golutioti for uJlT ^f^"^^ 
TniAbaritt*** '^P^'" /""^ *^8« Ui. the detennination 

^r^U ^^ ^ Belf-feedmg burette. The solution ^ 

riixed ixi^e manner deBcribed in my former paper by 

boiling ^^ ^ ®^^®^^ decinormal iodine solution in an 

ether vtb^ ^*^®' '^^ ^^^ *^^ ^* ^l^e glass ground stopper 

of the bottle was sealed to a Will and Vanentrapp absorption 

apparatus, whicb was charged during the operation with a 

solutiion of potassium iodide to prevent the loss of elementary 

iodine in the boiling ; the long tnbe of the bottle was used as 

an inlet tube and was closed externally by a rubber cap during 

the boiling. After cooling, the excess of iodine used was 

determined by titration with decinormal arsenious acid solution 

and the iodine lost calculated on barium hydroxide molecule 

for molecule. 

Potassium permanganate was prepared for use by dissolving 
the commercial salt in water, and boiling this solution, made 
acid with sulphuric acid, until free from carbon dioxide. 
Water was also prepared free from carbon dioxide by boiling 
distilled water until one-third had been driven off in steam 
and was kept untU used in full-stoppered flasks. 

For the first determinations of carbon, crystallized ammo- 
nium oxalate was weighed out and introduced into the boiling 
flask with 10-15 cm^ of pure water and the flasks connected 
as described above with an appropriate amount of barium 
hydroxide solution (3-6 cm* in excess of the amount required 
to precipitate the carbon dioxide to be determined) in the 
absorption flask. The whole system was then evacuated 
with the water pump to a pressure of 200-225 mm. and tiie 
oxalate solution in the boiling flask warmed. An excess of 
potas^um permanganate solution was then run in through 
* Am. Jour. ScL, 1, p. 182. Volume I, p. 807. 
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the funnel tube and the mixture warmed again, when the 
oxidation of the oxalate was shown by the carbon dioxide 
evolved. The carbon dioxide was completely set free by 
the introduction of 10 cm^ of sulphuric acid (1 : 4) and was 
driven completely to the absorption flask by boiling for five 
minutes. During the passage of the gas into the absorption 
flask, it was shaken frequently and was kept cool by standing 
in a dish of water and by pouring cold water over it from 
time to time. If, during the boiling, any fears are enter- 
tained as to the strength of the vacuum in the flasks, they 
may be easily allayed by opening momentarily the stop-cock 
of the funnel tube and noting the direction of the flow of 
water, contained in the funnel. After the boiling was ended, 
the atmospheric pressure was restored by allowing air, purified 
from carbon dioxide by passage through potash bulbs, to 
enter through the funnel tube of the boiling flask. Then 
the flasks were disconnected and the stopper of the absorp- 
tion flask with its attachments was removed, the valve and 
its tube being carefully washed free from barium hydroxide. 
A second stopper, which was provided with a separating 
funnel, and a Will and Varrentrapp absorption apparatus, 
containing water to serve as a trap, was inserted into the 
mouth of the absorption flask and the emulsion brought to 
the boiling point. Decinormal iodine solution was then run 
in through the funnel tube in sufficient quantity to destroy 
the larger part of the excess of barium hydroxide and the 
emulsion brought to the boiling point again, after which iodine 
was again run in but this time to the permanent red color of 
the excess of free iodine. After cooling, this excess of iodine 
was determined by titration with decinormal arsenious acid 
solution* Thus, the excess of barium hydroxide taken being 
determined by the iodine lost, the barium hydroxide used, 
now in the form of carbonate, was known, from which the 
carbon dioxide which precipitated this carbonate, may be 
calculated. 

The following results were obtained by this procedure. 
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0.7267 

0.7267 

1.45S5 

1.8964 

2.6168 

2.5061 

2.6163 



0.1170 

o.lll^ 
a24i7 

0.17BB 
0.1955 
0.1B86 
0.2037 



0.1665 

0.1679 

0.3110 

0.3131 

0.0213 

0.6189 

0.6192 



Snn. 
0.1661 
0.1674 
0.8108 
0.3131 
0.6211 
0.6102 
0.6107 



0.0004+ 
0.0006+ 
0.000^ 
0.0000± 
0.0002+ 
0.0008- 
0.0006- 



In experiia®^^ (5) and (6^, a few drops of ammonia 
were added to the oxalate solution before running in the 
pennangana^5 y^ (S) ^^^ (^\ the permanganate was treated 
to alkalinity with barinin hydroxide ; in the remaining ex- 
periments, (1)» (2)» and (^4^, the permanganate was slightly 
acid with the stdphnric acid used in its purification from 
carbon dioxide, as already described. The results obtained 
are good and it is plsdn that the oxidation proceeded regulariy, 
whether the first action of the permanganate was in the 
alkaline or slightly acid solution. 

Jones * has shown that formates may be determined volu- 
metrically by titration with potassium permanganate in 
alkaline solution. In an attempt to determine formates by 
the process outlined above, the pure barium salt was used. 
This was prepared by treating the aqueous solution of formic 
acid with pure barium carbonate to neutrality and crystalliz- 
ing the product. It was proved pure by ignition and weigh- 
ing in the form of carbonate. 

In making determinations of carbon in this formate, weighed 
portions were introduced into the boiling flask, together 
with sodium hydroxide solution, which was taken in such 
quantity as to more than neutralize the acid in the potassium 
permanganate. Naturally, the sodium hydroxide must be 
freed from carbonate — and this was effected by treatment 
with an excess of barium hydroxide and filtering. An excess 
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I 



h' 



fit 

*4 
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\ 




Tartar 


Sop- 


«||MklC 




taken. 




gnu. 


(2) 


0.5061 


0.6080 


(3) 


0.7609 


(♦) 


0.7641 


(6) 


1.0018 


(6) 


1.0006 



Bii0,B« 



BaO,H, 
found. 






«»^< 



CO, 



gym. 

1.2460 
1.2226 
1.7866 
1.7480 
2.8466 



0.1709 

0.1586 

0.14O1 

0.141O 

0.2187 

0.1106 






0.2761 
0.2739 
O.4091 
0.4107 
0.6466 
0.6460 



BrrorooGO,. 



0.000&f 
0.0004+ 
0.0008+ 
0.0004+ 
0.0002+ 
0.0001+ 



^«rnfcfc:3er8topperiniheboilmg fla«^, ^^^^ due caxe to prevent 
Its cont^t with the solutiom does ixot vatroduce an appreciable 

Wanr^yn and Cooper* a^^ ot^ixexs liave noted the fact that 
potess^um permanganate, wtetlxex iix ctcid or alkaline solution, 
will n«^Dt oxidize all organic six\>staxxces (acetates, for example), 
even -^t the boiling temperatixxo. It is well known that a 
mixtiz=»re of concentrated siilplxTiirie and chromic acids hss 
a miL^ch wider field of action in oxidizing organic compoimds 
than the permanganate. "Witlx Hopes of applying this reagent 
mox^ widely to the detenniixa,tioii of organic carbon, the 
^^p^triments about to be xecora^ed. were tried. 

Method of Chsidcttian, hy Chnmic Acid. 

p^ concentrated mixtuxe of cliromic and sulphuric acids, 

>,^j^ough a much more po^?v^erfiil oxidizer than potassium 

^j^jr^manganate in aqneous solixtions, fails to oxidize completely 

^ ^cK Si organic compounds. Tliiis Cross and Higginf have 

^^:aown tbat carbobydxates a.xre among the number of such 

-^ganic substanceB ; and XeLt^exr Cross and Bevan find that car- 

V-^ohvdrates and many otldex substances are oxidized to a mix- 

•-;niie oi carbon dioxide and. xnonoxide. Messinger J has proved 

-^:Jiat carbon may be determined, in organic compounds by pass- 

^3ig the mixed products, xesnlting from the oxidation with 

chromic and anlphuiic acids, tlirough a short combustion tube, 

• PhiL Mag. (6). ^, "iW- ^ Jo^'- ^®™- ^^^^ *^'' ^^^• 

\ BeT. ntsch. chem. Ges., xxiii, 2766. 
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filled with granular copper oxide and heated in a furnace — all 
of which facts have been confirmed in my own experience. 

Ludwig * has observed that the contact of carbon monoxide 
with a mixture of chromic and sulphuric acids, especially 
when hot, results in the oxidation of that gas to carbon dioxide. 
This feet suggested the idea of substituting for the apparatus 
described above a new form, adapted to retain the first products 
of oxidation in prolonged contact with the oxidizing mixture. 

This apparatus, shown in the ac- 
companying figure, by means of 
which, as the sequel shows, it has 
been found possible to extend the 
availability of the oxidizing mix- 
ture, is put together as follows: 
A thick-walled, round-bottomed 
flask of a liter's capacity, serving 
as an oxidizing chamber, is closed 
by a rubber stopper with two 
perforations, through one of which 
passes the tube of a separating 
funnel of about 100 cm' capacity. 
The tube of this funnel reaches 
nearly to the bottom of the flask 
and is drawn out at the lower end. 
A disc of platinum f oQ is hung in the neck of the flask, nearly 
closing it, and held in place by a platinum wire passing 
through the foil and tucked under the rubber stopper where 
the fimnel tube enters. The second hole of the stopper is 
filled by the exit tube, a glass tube of 0.7 cm. internal 
diameter. This tube is expanded just above the stopper to 
a small bulb, which serves to prevent mechanical loss of 
the solid contents of the flask during the boiling, and is 
joined by means of a rubber connector (provided with a screw 
pinch-cock) to the inlet tube of the absorption flask, which 
is an ordinary 500 cm' round-bottomed flask. This flask is 
also closed by a rubber stopper with two perforations, through 
* Ann. Chem. (Liebig), clxii, 47. 




Fig. 19. 



.^e*" Hfi also ^^ ^V»o ^^ 

tube « ««eyi7 d^f , ^ ^ t^Uiek solution 

Instead of get^^^^ aJX* fl«^^^ ^ox^ iSL^'^P' ^^ "^^ 

the water m ^V^'^S ^^ t^. ^ *^*a^ ^^ l^ydro^ 
lutioniBli.e»b80^%ot toak^ a. ^^^^e _ both flasks 
V»^eomie>««A,^\^e^tity W ^^ ^^^tion. When 

^ \j»uB8 to g°^^>e evoluuoi^ ^a^-fe, ^^ *^^' *b« burner 
is rmovei fao^a^^^ ^det ^\«;^^o^^^^^ attached pinch- 
cockclo8ea,tl^«^^!^oc\^upo^^« ^^^*^^t taken away. 
and the ecie^ P*^^'* ^oN»ei to cool. ^^*^ quickly closed. 

0..^ a co.nt.rb.1^^, ^^ ^^^ -W^loHLvernt 

in ic^troducmg t^ ^j the \>^^^ sealed by heating in a 
weL^hed, tixe ^^e a^* ^« ^^^™^oa,.ced into ^evolu- 

^on flask, ^^^f^o-^ to ^ "L^^^^^s of that required to 

^^te, vblcb IB '^ gubatance. Tlie flasks are connected, as 

o^dixe tiae otg^ ^^ ^ appropiri^te amount of barium 

aiieady descnbeo, ^ ^^ absorptioTx flask and 10 cm' of pui« 

V^cdroxide ao^^^f^^oti Aa*^' ^'^^ "^^^^ vacuum is obtained (as 

tftt^^® xbt ^^^^ ^^^ flasks, the boiling being 

^^tV^ *^''t Jfttet in ^e evolvition flask has decreased to 

^® oped'^^®^^® raUy, '^ boiling must be so regulated as 

ot a '^^' oi ^e *°^^ material in either flask. The 

^ ot to allov^°^ ^^ containing the organic substance is 

^^uift ob^»»ed, tn ^^ ^^ ^^^^ 20 cm* of concentrated 

vjtokeB by sbalo^ •qubIy pvirified. from organic material by 

g^phtaic acid, p^ ^ rjoin* ''^^ a few crystals of potassium 

Heating to tbe ivinu»6 *jijovigh. the funnel tube, when reduc- 

dichiomato,atetania 
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tdon of the chromic acid soon becomes evident While still 
hot, the acid is shaken in the flask violently, the platinum foil 
hung in the neck serving to protect the rubber stopper. The 
flask is warmed to approximately 105° C, the highest temper- 
ature to whichf as e^own by Cross and Bevan,* a mixture of 
chromic and sulphuric acids may be safely heated without the 
disengagement of oxygen gas. Water is then run in until 
the crystals of chromic anhydride have disappeared and the 
danger of the evolution of oxygen is past. The solution is 
heated to its boiling point, care being taken that it shall not 
get under pressure, which can easily be observed by opening 
momentarily the stop-cock of the funnel tube and noting the 
direction of the flow of water, contained in the f unneL The 
flask is shaken and heated alternately for five minutes — a 
period of time which appears to be sufficient to bring about 
the oxidation of the small amount of carbon monoxide origi- 
nally produced. Then more water (60-70 cm*) is introduced 
through the funnel, and the stop^^ock between the boiling and 
absorption flasks is opened, when the carbon dioxide enters the 











TABLE 


rv. 






Xxp. 


SabrtttDoe 
tak«D. 


^£5? 


B»OA 
found. 


^ 


oalcnlAed. 


BiToronCO«. 






Akaltbis 


or Ammohiux Oxal 


ATX. 




il 

(6) 


gnn. 
0.6009 
0.6006 
0.6006 
1.0002 
1.0010 


gnn. 
1.3684 
1.8400 
1.8400 
2.6460 
2.6192 


gnn. 
0.1469 
0.1308 
0.1343 
0.1347 
0.1094 


gnn. 
0.3097 
0.3103 
0.8094 
0.6188 
0.6186 


gnn. 
0.3101 
0.3099 
0.8098 
0.6192 
0.6197 


gnn. 
0.0004- 
0.0004+ 
0.0004- 
0.0004- 
0.0012- 






Akav 


rsis or Cavx Sugar 






1 


[1) 

3) 
4) 


0.2001 
0.2000 
0.2001 
0.2014 


1.3926 
1.8926 
1.8926 
1.8400 


0.1905 
0.1986 
0.1867 
0.1279 


0.3086 
0.3077 
0.8097 
0.3111 


0.8088 
0.3086 
0.8088 
0.3108 


0.0008- 
0.0009- 
0.0009+ 
0.0003+ 



absorption flask, which is kept cool and shaken as before. 

The contents of the evolution flask are then heated to boiling 

• Jour. Chem. Sec, liii, 88a 
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and a slow ctmrent of air, freed from carbon dioxide by passing 
through potash bulbs, i;* iiilowed to enter ttu^ough the funnel 
tube to keep the liquid from undue bumping- The boiling is 
eontitiued for fifteen minutes, after which the excess of barium 
hydroxide is detemiinal iodometrically and thus the carbon 
dioxide present estimated as before- Table IV shows results 
obtained by the treatment of crysUillized atnmonium oxakte 
and eane sugar, recrj^atallized from dilute alcoholic solution, 
in this manner, 

The results are evidently very satisfactoiy. 



I 



The Determination of the Oxygmi required to Oxidize an 
Organic SubEtance. 

Sevei^ different methods have been proposed for estimating 
the oxygen present in organic substances, depending, in gen- 
eral, upon the determiniition of thfe oxygen which must be 
supplied to bum the substance to a known amount of carbon 
dioxide and water — thus discovering by difference the oxygen 
originally contained in the substance. Lavoisier is said to have 
measured directly the oxygen used in burning organic sub- 
stances; Gay-Lussac and Th^nard determined the oxygen used 
by measuring the amount of potassium chlorate reduced in 
burning the organic compotmd; Baumhauer* determined the 
oxygen used by measuring the volume of oxygen entering the 
combustion furnace and subtracting the measure of the gas 
coming from the combustion tube, which was set up acconUng 
to the well known method for determining carbon and hydro 
gen ; Stromeyer| determined the amount of copper iBrluced by 
the ignition of the substance in copper oxide; LadenburgJ 
oxidized the substance by heating in a sealed tube with a 
known amount of iodic acid, determining at the end of the 
operation the amount of iodic acid left; Mitscherlich§ has 
estimated the oxygen in organic substances t^rectly by decom- 
posing the substance by ignition in a stream of chlorine gas. 



• Ann. Chetn. (Ltebig), xa, 228. 



t Ann. Chem. (Licbig), cxvll 247. 
g Antt. Phy^. ccvj, 63e (1867). 
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estimating the oxygen content by determining the resulting 
carbon tlioxide and monoxide- 

Ab it has been shown in the work described that carbon may 
be detenninol in organic substances by oxidation mth chromic 
and sulphuric acids %vitliout the evolution of oxygen gas, it 
would seem tiiat the determination of the oxygen in the sub- 
stance might be effected by determining the amount of chromic 
acid used in the operation, taking into consideration the 
products of combustion- This can be readily aceompUshed by 
taking a weighed amount of pure potassium dichromate as the 
oxidizing agent and determining, at the end of the operation, 
by treatment of the residue witli hydrochloric acid, absorp- 
tion of the chlorine evolved in an alkaline arsenate of kno^m 
strength, and titration of the excess of that substance with 
deciQormal iodine solution, the amount of chromic acid left- 

To test the accuracy of the determination of chromic acid 
under these conditions of analysis, weighed portions of pure 
fused potassium dichromate were introduced into a Voit flask, 
whose outlet tube was sealed to the inlet tube of a Drexel 
Wj^ish bottle, the outlet of which, in turn, was sealed to a 
Will and Varrentmpp absorption apparatus* An amount of 
hydrochloric acid, more than enough to completely reduce 
the chromate (15—40 cm^ of the strongest acid), was added 
with 20 cm® of strong sidphuric acid and the total volinne 
made up to 120-140 cm* of liquid* The sulphuric acid used 
here wsis purified from carbonaceous matter (as in the carbon 
determination above) by heating with a few crystals of potas- 
sium dichromate, the excess of which was destroyed by hold- 
ing the acid at the fuming point for about two hours, when 
a portion diluted with water gave no color with potassitmi 
iodide and starch paste. Pure arsenions oxide, in amount 
slightly in excess of that required to take up the oxygen to 
be given up by the chromate, was dissolved by the aid of 
heat in a solution of pure sodium hydroxide, taken in such 
quantity as to more than neutrahze the arsenious acid and 
the hydrochloric acid used to i-educe the chromate^ and this 
solution was introduced into Hxe Drexel wash bottle. The 
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flask was then connected with the wash bottle, using a thick 
solution of metaphosphoric acid to lute the joint between the 
flask and its stopper. The absorption apparatus was charged 
with a dilute solution of sodium hydroxide. Carbon dioxide 
was generated in a Kipp generator by the action of hydro- 
chloric acid on marble and purified from reducing matter by 
bubbling through a strong solution of iodine in potassium 
iodide and finally washed with a solution of potassium iodide 
alone. A slow stream of this purified carbon dioxide was 
allowed to enter the inlet tube of the Voit flask, the con- 
tents of which were then boiled. "When concentration to a 
volume of 80-40 cm' was reached, the boiling was discon- 
tinued and, after cooling and disconnecting the flask, the 
contents of the receiver were made acid with sulphuric acid 
and then alkaline with acid potassium carbonate, and the 
excess of arsenite was determined by titration with deci- 
normal iodine solution. Sometimes during the reduction of 
the chromic acid, the red fumes of the chlorochromic an- 
hydride volatilized to the receiver; but since the chromic 
acid thus produced is reduced later by the arsenite,* this 
transfer is of no account in the working of the process. 
The following results were thus obtained. 

TABLE v. 



.^ 


taken. 


Ai.0, 
taken. 


founcL 


"t^ 


BrroroD 


',3! 


gnn. 
6.0002 
6.0018 
6.0006 
6.0013 


gim. 
6.1026 
6.0799 
6.0601 
6.0706 


gim. 
0.1144 
0.0626 
0.0682 
0.0906 


gim. 
4.9447 
4.9849 
4.9782 
4.9366 


gmu 
0.0666- 
0.0169- 
0.0223- 
0.0648- 



The cause of the error shown in these experiments was 
traced finally to too great concentration of the sulphuric acid 
in the process. "When the boiling begins the chromate is 
reduced gradually and if the evaporation of the water is 
pushed too rapidly, the sulphuric acid may reach a strength 

* Browning Am. Jour. Sci., i, 86. Volume I, p. 844 . 
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at which it begins to canse the reduction of the chromic acid 
with the evolution of oxygen instead of chlorine. 

The obvions remedy is to conduct the boiling operation 
more slowly. It was foimd that, if from 6-6 hours' time was 
taken for the proper concentration of the contents of the 
Voit flask, the presence of the sulphuric acid worked no 
harm, as will be seen from the following results. Experi- 
ments (1) and (6) were made with 5 cm^ of sulphuric acid 
present and the others with 20 cm^ as used before. 

TABLE VI. 



Xxp. 


K,Cr,OT 
Ukan. 


teken. 


foaiid. 


^^' 


Brroron 
K.Cr,0^ 




grm. 


grm. 


gnn. 


grm. 


grm. 


(2) 


1.0004 


1.0500 


0.0898 


1.0014 


0.0010+ 


1.0007 


1.0531 


0.0437 


1.0006 


0.0001- 


(8) 


2.0018 


2.0601 


0.02W 


2.0026 


0.0013+ 


h 


2.0087 


2.0727 


0.0502 


2.0040 


0.0012+ 


i6l 


6.0020 


5.1002 


0.0405 


6.0068 


0.0048+ 


6 


6.0087 


6.1018 


0.0618 


6.0066 


0.0029+ 



In applying this method to the determination of oxygen 
used in the oxidation of an organic substance, the carbon 
determination was made as already described, the amount of 
water used being such as to leave 60-80 cm* of liquid in the 
boiling flask after the carbon dioxide had been driven to the 
absorption flask by boiling. This liquid was then washed 
into the Voit flask and the chromic acid remaining determined 
by a second distillation (this time with hydrochloric acid) 
in the maimer described above. In each of the experiments 
recorded below, 20 cm* of purified sulphuric acid were used 
in the carbon determination and 86 cm* of hydrochloric acid 
(sp. gr. 1.2) in the chromic acid determination. The ammo- 
nium oxalate used was the pure ciystallized salt ; the phthalic 
acid was reciystallized from its water solution and dried for 
a short time over sulphuric acid ; the cane sugar was selected 
crystals of rock candy, recrystallized from dilute alcohoUc 
solution and dried for a long time over sulphuric acid; the 
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paper was ashless filter paper, dried to a constant weight over 
sulphuric acid; the tartar emetic was recrystallized from 
"water solution and air dried; the barium formate was pre- 
pared by treating formic acid with an excess of pure bar- 
ium carbonate, filtering hot and allowing the product to 
crystallize. 

TABLE Vn. 





Xsp. 


Bab. 
•taaoe 

tokoi. 


foimi 


Xrror 
on 
CO, 


KjCrA 
taken. 


taken. 


theory. 


Knw 

on 
Ozygwu 




Amaltsis or Ammonium Oxalatb. 




Si 


gnn. 
1.0122 
1.0019 


gnn. 
0.6265 
0.6212 


gnn. 
0.0001- 
OOOlOf 


gnn, 
2.0009 
2.0002 


gnn. 
1.3002 
1.8517 


gnn. 
0.0000 
0.0440 


gnn. 
0.1160 
0.1147 


gnn. 
0.1139 
0.1128 


0.0021+ 
0.0019+ 




Amaltsib or Pbthaug Acib. 1 




(1) 
(2) 


0.1002 
0.1093 


0^188 
0.2824 


0.0014+ 
0.0007+ 


2.0012 
2.0000 


li2004 
1.1031 


0.0614 
0.0684 


0.1456 
0.1582 


0.1448 
0.1580 


0.0008+ 
0.0002+ 




Ahaltsu of Caitk Scoab. 1 




\s 


0.2025 
0.4012 


0.3117 
0.6166 


0.0008- 
0.0024- 


8.0000 
5.0000 


1.7002 
2.3022 


0.0796 
0.0366 


0.2275 
0.4495 


0.2273 
0.4502 


0.0002+ 
0.0007- 




Akaltsib of Papeb. I 




iij 


0.3084 
0.4528 


0.4982 
0.7834 


0.0010- 
0.0038- 


8.6015 
5.0085 


1.4017 
1.8000 


0.0879 
0.0710 


0.3589 
0.5368 


0.8598 
0.5358 


0.0009- 
0.0010+ 




Akaltsis of Tabtab Emxtic. 1 




8! 


0.6067 
1.0099 


0.2671 
0.5821 


0.0009- 
0.0080- 


2.5018 
8.5008 


1.7000 
1.7520 


0.0766 
0.0198 


0.1459 
0.2911 


0.1462 
0.2919 


0.0008-1 

o.oooa-l 


AlTALTBM OF BaBIUM FoBMATB. 1 


(1) 1.0079 

(2) 1.5014 


0.3906 
0.6814 


0.0006+ 
0.0005+ 


3.0026 
&0010 


2.2002 
1.8080 


0.0496 
0.0690 


0.1428 
0.2118 


0.1422 
0.2118 


0.0001+ 
0.0000 



From these results, it will be seen that the process works 
with accuracy upon a great variety of organic substances. It 
was found impossible, however, to determine the elements 
in bodies which are at the same time volatile and hard to 
o^dize ; for instance, ether oxidizes easily to acetic acid 
but difficultly beyond that stage; although the liquid acid 
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is oxidized vigorously by chromic and sulphuric acids, the 
gaseous acid is hardly attacked at the temperature used; 
naphthaline was also found to be volatilized, and hence not 
attacked, to such an extent as to render its deteimination 
by this process valueless. 



THE ESTDiA'^^^^^P AS XH:^, ^^^Bi ^g ^^^^ 



C^ >- ^-^ ^^,^ 



THE «rt3ination oi ^^e ««^ ^ ^^ *o:^^7ion of salte of 

S and >CtS^e,^l7r^'^^eSS"' '"".^T 
On the a^thotit? "^^^.^posed difficvdt^y ^^ 1^?^"*^ "T "'* '^''^^ 

ll «rid Tntlio^* distif^ ^^^ Rose's Oiic^JS:- *^® '''*™*^ ^'^ 

heat. ««^^.^^'^w ^oee « Bulp^de ^^tixod (the ignition of 
the=^ residue Nntiisii^k' 




SXTQfT. 



0.006-V- 

0.014— 

0.008H- 

0.021— 

0.201— 

0,013— 






0.597 



O.609 



Theory. 



grm. 
0.696 



0.612 



Error. 



grm. 
0.002+ 



o.ooa- 



f^i 



. residues 



•tuuS ^^^ ^^ gexitle ignition of the sulphate 
^^^ oeveial Tumigx^tms more than should have 
^ eig^^ *^^^^* ^\\e salt tad been reduced to the normal 
• ^x^ the case ^ ^^ higher temperatures the sulphate 

\lvdrous sulpt^^- 

ail^y ^ t Ann. PhyB., clxxxvi, 125 (I860). 

♦ :Prom Am. JoTff- ^^Vj^^d atlo^ red lieat II Ignited at strong red heat 
^ Igmted gently, i^^ 
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tximed brown and lost altogether too much weight. A 
comparison of the errors of the process in which the ignition 
was at low temperature with those of the sulphide process 
would seem to justify Rose's rejection of the former method 
for the latter. Upon recalculating these results, however, 
using atomic weights in use at present — viz. : Mn = 66, § = 
82.06, O = 16 — it becomes plain that the errors of the two 
processes, as shown in Oesten's work, are not very different 
numerically, though with opposite signs. 



HiiSOa . 5H,0 
taken. 


H118O4 
foand. 


TlMory. 


Enor. 


MnB 
fonnd. 


Tbeozy. 


Bnor. 


gna. 
1.659 
1.481 
1.480 


gna. 
1.048 
0.034 


gnu* 

i.as9 

0.928 


Ill 


gnn. 
0.597 

0.609 


gnn. 
0.599 

0.516 


gnn. 
0.002- 

0.007- 



The most uncertain element in these experiments is the 
difficulty, well-recognized at present, of getting the hydrous 
manganous sulphate, upon which the experiments were made, 
in a perfectly definite condition of hydration. 

Volhard* subsequently studied the sulphate process, and 
showed that manganous sulphate may be dehydrated, separated 
from an excess of sulphuric acid, and brought into definite 
condition for weighing as the anhydrous salt by careful and 
protracted heating over a special device of his own — a ring 
burner enclosed in a sheet-iron casing. Thus, on evaporating 
and dehydrating a solution of pure neutral manganous sul- 
phate, Volhard obtained the results recorded in the following 
statement : 

Residue of MnS04 left by evaporation and dehydration . 0.1635 
^^ after treatment with 3 drops of HsSO^ and heating 

3 hours 0.1636 

« after heating 2 hours 0.1638 

'< after treatment with 4 drops of H^04 and heating 

2i hours 0.1636 

" after heating 3 hours 0.1636 

* Ann. Chem. (Liebig), cxcviii, 828. 




'W^s ^^ — 

Similar wto^ft»«^^ V^reco^ ^ «^v,? ''^tU „, , . . 

,^om\iotAe. ^^^^^^^^J^lix^l^ ^^ of the method 

exactnea ^om14 "^^^ iP ^^^i^V>l^ ^^ because the 

periods of ignition »?V^ ^^^ the manner 



penodsoiigmuu"-^* ^th tli« « , ~*"* tne manner 

bovBO^ ^^^'^lc^^^'^^''^^^x^ 5^0ce88 we have 
found tkt «^^!J^^tvA ^^^^ ^^^^S^U"^* «^« ti-e of 
te»tmeiitm»y^^^°^e*«»^. .JT!. ^^^ W ^«veiy respect 



raqueoMSSoluUoT^Aed^^ P^^ ^^^ganous chloride 
of commexce ^ Z,^^, ^^^ *^^ ^^^o^,?*^?''" carbonate 
/to thio^ out al^UO^^^^ SAilpMcL^. '^^^^). filtered and 

nrecipite-^^*^f^ilia^e^«^8^ti ^C;^^ precipitate thus 

S^ was dissolve* ^,a,ie ^^^^^^ ^""^^^ of hydrochloric 

rS le^ve bebi^*^ ^^^ ^ ^^^ ^ckel, cobalt, and 

suc-^essxve P^^^^o^de. The great^x part of this purifiS 

^«.« free i«'°\r^ived m tlie least possible amount of pure 

^bonate^^as diSS ^^^^ portooix of the carbonate was 

^^diocldonc f^f'J^^ boVled, aad the solution of the purified 

added, the ™^*^oti8 cUoride was filtered from the excess 

^ iveutwl °f ^^jjftte. Definite portions of this solution 

t «jl^8^ . A ^th s^^®^ nitrate, and from the weight of 

W **^^tecVp^****!\ ^^ obtained tlie amount of manganous 

^®^e»^vei c^°^^ calcvdated. Portions of the solution thus 

^\oMe?^^^* dia^n^' for °^ experiments, from a burette 

2^daTdi*f^"^®^, ^^^im crucible, sulphuric acid was added 

Z\o a '^^'^ \ neQinvaleat to the manganese, the solution 

V* aJ»ovi»t more "'^ -vrater-btt^ib. until the water was removed, 

,,,^8 e^»po»^* °°, ^ njeans of a porcelain ring, or triangle, 

„r,d then^ suppoTtea 3 ^.^jie used as a radiator so that 

^thina^^^P^"**^ 
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the bottom and walls of the one were distant from the bottom 
and walls of the other by an interval of about 1 cm., the 
crucible was heated more strongly. The outer porcelain 
crucible may be heated over a good Bunsen flame to a red 
heat without risk of overheating the manganese sulphate 
within the inner crucible, and the ignition may proceed as 
rapidly as is consistent with the avoidance of mechanical loss 
by spattering. The results obtained by treatment of equal 
portions (50 cm^) of the same solution are given, together 
with the results of standardizing the solution by precipitation 
with silver nitrate, in columns A of the following table. In 
the other columns are given comparative results got in the 
treatment of equal portions of several other solutions employed 
subsequently in other work. 



Bxp. 


Mii80« 

from 
AgCl found 
in 60 cm* of 
MlttttonA. 


Bzp. 


MnBO« 
found by 
treatment 

of 60 cm* of 
solution A 

wlthH^«. 


Brp. 


Mn80« f ound by treatmont of 60 em* of 
Tarioufl BolatioDS with H^^. 


A. 


A. 


B. 


C. 


D. 


B. 


P. 


o. 


s 


gnn. 
0.3618 
0.3612 


ill 


gnn. 
0.8513 
0.8614 
0.8618 


1^! 

(3) 


gnn. 
0.8100 
0.3104 
0.3096 


gnn. 
0.3266 
0.8264 


gnn. 
0.3634 
0.3543 


gnn. 
0.8624 
0.8620 


gnn. 
0.3365 
0.8857 


gnn. 
0.6475 
0.6476 



These results show plainly that the process of estimating 
manganese in the form of the anhydrous sulphate is both 
simple and accurate. 

The estimation of manganese as the manganoso-manganic 
oxide Mn^Oi, has been so frequently criticised unfavorably 
that the method may be said to have passed from very general 
use excepting in certain cases in which the directness of the 
process is a temptation to incur the risk of some uncertainty. 
The production of the other oxides of manganese in definite 
condition is thought to be even more uncertain. Manganese 
dioxide, MnO„ begins, as Wright and Menke have shown • to 

• Jour. Chem. Soc, zzz, 776. 
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oxyB^^ *' * temperatme (about 210° C.) to which the 

!? tdd CP^^^^ ™^^ *» Jbeated to free it from water, or very 

^^ tU»* ^* "^^^^ ^'^^ xiitrate is converted into the dioxide ; 

^hi tt"-^ chance of prodixcing an undecomposed dioxide by 

^ iii*i^^ of the hydjrated dioxide (the form in which the 

^ ^g^^'^^'^y appears ixx analytical processes), or of the 

^^\ id smalL Mang^arxio oxide, Mn,Os, is produced, it is 

^Ufii^^ -fct© other oxides t>y ignition at a low red heat under 

^ ^j^jixxa*^ conditions. Tlie manganoso-manganic oxide, 

JJ Q f oxrms, presumably, ^virlien an oxide of manganese is 

itta<i» imder oidinaiy atmospheric conditions, to the high 

£ i>lx© blast-lamp. If tiie proportion of oxygen in the 

*** rxdiJ^K atmosphere is xednced below the normal, the 

^ Tsioi^ of Mn,0, to JVIiXaO^ goes on very easily, as Dittmar 

^^^^\ioxVT^* ^^ * temper^a-b^ixre between the melting points of 

^ ^ ^ aluminum, i?^liilo if -tlie proportion of oxygen in the 

^^^^^ j^jjg atmosptiere xises much above* the normal, the 

fiuiran ^jiange, from MLxl^O-* -to Mn^O, tends to take place at 

xeverse -jjemperature. It is not surprising, in view of these 

the saiJC> ^^^^ ^^ ^^ estimation of manganese as the oxide 

pheaoixi ^^^ ^^^^ faUoxx into disrepute; and yet, if the 

Mu»^4 ^^^^ {avorablo t>o tlxe production of that oxide — a 

conAx^^ ortion of oxygexx in the surrounding air — can be 

loN^ ^^ %A dxiiing tihe igxrition, it is not impossible that the 

^jQjixitaiJ^ ^^ ^^ process xnight prove to be, imder the con- 

^^^^^^teaBonaUy aocnxatie- Now, this may be exactly the 

3a^oTx9j ^ afiaiw ^Ixen tlxe ignition takes place ordinarily ; 

coxvdi^^^ rjtoducta ol combustion displace the ordinary air 

^^^' ^ ^e cxuciUe, tiie proportion of oxygen about the oxide 

aX>o\i* ^ '\iinit. A^e have made the experiment of 

iaSift tx> a^^^ ^^^^ crixcible within an mverted crucible, so 

enclos^g M6^ oi combiistion should be held hnmediately 

*^..t and abo^e t\ie ignited oxide, but our experience has 

S^^ that tlie o\>^ct m view is attedn«i, apparentiy, quite as 

\\ ^lieii \lie iffi^tioTi IB so arranged that the crucible sunply 

"^^s^ea ^^ t^euppex part of the flame of a strong Bunsen 

• Jour. Chem. Soc, xtu, 291 
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burner, or blast-lamp, in such manner that an oxidizing flame 
covers nearly the entire wall of the crucible. 

In the foUowing experiments we have put to the test this 
matter of getting definitely the different oxides of manganese. 
We started with a known amount of pure anhydrous sulphate, 
prepared from the pure chloride in the manner previously 
described. This sulphate was converted by ignition into the 
oxide — presumably the oxide Mn^O* — the containing crucible 
being well within the upper flame of a powerful burner. 

In the next step, this oxide was further oxidized by 
moistening it with nitric acid and heating the residue gently 
until the evolution of fumes ceased, the containing crucible 
being placed well above a porcelain crucible used as a radiator 
and heated so that only the bottom showed a faint red heat. 
In this process the attempt was made to arrest the ignition 
at the point where the anhydrous dioxide was produced. As 
the table shows, and as would be expected, this attempt was 
only occasionally and partly successful. 

The residue of the last process was then submitted to a 
higher heat. The platinum crucible containing the oxide was 
placed within and touching the bottom of a larger porcelain 
crucible which was heated to redness. Under these conditions 
the temperature should not be too hot, and the products of 
combustion should naturally be thrown so far away from the 
oxide undergoing ignition that circumstances should be 
favorable for the formation of the oxide MusOi. The event 
proved that the attainment of the exact condition corresponding 
to the symbol MusOi i& a matter of some uncertainty. 

Next, the oxide was subjected to the highest heat of a strong 
Bimsen burner (or in some cases, the broad flame of a blast 
lamp), the crucible being well surroimded by the products of 
combustion. The results of this treatment, it wiU be seen, 
agree, with a single exception out of ten experiments, reason- 
ably well with the theory for Mn«04. 

By treating the final oxide with nitric acid and repeating 
the cycle of operations described, the observations of the 
phenomena were multiplied, imtQ, finally, the oxide formed 
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last waa treated with sulphuric acid, ignited in the manner 
previously detailed, and weighed as the anhydrous sulphate, 
thus showing that no significant loss of material had taken 
place in the series of manipulations. The table comprises the 
results of these experiments. The numbers in parentheses 
indicate the order of treatment. 

The inference is plain that the estimation of the manganese 
in the form of the manganoso-manganic oxide, Mn^O^, is by no 
means to be considered utterly untrustworthy when the process 
is conducted in the manner described, though it must be 
recognized that an irregular result may occur occasionally. 
The danger of accepting such an irregularity as a correct 
indication may be eliminated to a very considerable extent if 
the precaution is taken invariably to moisten the ignited oxide 
with nitric acid, and ignite again. The indications of 
harmonious results thus got may be taken with a fair degree 
of confidence. However, it is, in our judgment, by far the 
wiser and simpler plan to convert an oxide of manganese 
obtained in course of analysis into the sulphate and to weigh 
the manganese in that form. 



OH THE 00^ V«*'IPIXA.TiS'^1-IOK OF 
fl»t to prop,^^^ 



ItoiM,^ -wlio ^ go\tx^°^ "^ ^tario ^5 Precipitation of 
mangui«5aB ^"^ ^\^\f^ ^* ^^"^^Pit^.^^^ ^y the use of 
potassium ch^°^^\AuceA « ^^^ o« oo^*^ ^ complete, but 
m tha oxide P^j^itation by -^j^^^ '^tant composition. 
While, Aiere^o^' ? gepowting Joaa^g^^^^ »i©thod serves an 
excellent p«ipof ^.g opinion that ir^u^f^ ^"^ o<^^ ^""^ 
tm^-^^-^^'Cl^r.oi tHe oxyg^^^^^ ca-ot be placed 

the same metHod, « ,, ^^^^oT^*^' preciptate as 

the=^ oxide MnOv *^. ^d ¥oTd\\ i^to ^^ develope<^ inde- 

J *w W HaJ»V^\r-.+<. r^^ *i^txi the method which is 

»ow taio^ ««^ aiBC^Bion of «:x« ^^^^ ^^^^^^ ^^ 

"^'"^^Tm oidde ^^ ^«^^«^^^ ^^ years ago, and occasional 
YTecip^U^ o^de ^^ ^, ^^ present Oay ; and yet. in all this 

echoes oi ^**^ d »o ^""^^ ^^ «^ adequate test of the 

^tissiott ^e ^^^ amoimt of a. salt of manganese known 

oce98^^* T-ve aisc^^sio^ tor the most part has centered 

^ - \3e P^ ol oxidation of tKe precipitate, but there is 

vo^* ^® ^^i condition to be taken into account, viz.: 

* YjvioMBiy a»o ^ niecbanical inclusion of the comparatively 

^epo89*"^^~^jg ^ ^e precipitated oxide. As to the 

^jjgoliA'i® f the ia**®'^ soiuce of error we have had in the 

gxist*'^*^® O a,- V 280. ^ Jo«»- Cl>em. Soe., toI. xxxUi, 209. 

• Jrom Am- Jo'"- ^^Z^ ' _a 1688. $ Chem. Central-Blatt, 1886, 714. 
t Ber.Dt«b.chem.O^^^ j^. ^jj^ Bag, 1^347. 
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couise of our work very strong aflfinnative evidence, the 
apparent condition of oxidation of the precipitate being 
sometimes so high as to be otherwise inexplicable. This 
diflSculty does not occur, however, when a more soluble 
chlorate is chosen to do the work of oxidation, and we have 
found quite as convenient and much safer the substitution of 
sodium chlorate for the comparatively insoluble potassium 
chlorate. Besides, the rapidity with which the sodium 
chlorate is decomposed makes its use an advantage. 

With regard to the completeness of the precipitation our 
experience has shown that with due precaution the method is 
practically perfect. Thus, after boiling manganous nitrate 
(free from chlorides and sulphates) with strong nitric acid 
(85 cm^) and sodium chlorate (5 grm.) for five minutes, 
adding, subsequentiy, 15 cm^ of the nitric acid and a few 
crystals more of the sodium chlorate, and discontinuing the 
heating as soon as the liquid again boils, the insolubility of the 
manganese is so great that no more than insignificant traces 
may be recovered from the filtrate after cooling, filtering upon 
asbestos and washing with water. The test for manganese in 
the filtrate and washings was made after evaporation and 
solution of the residue in distilled water by treating the hot 
solution with bromine and ammonia. In the first division of 
the table below are results obtained by treating the manganese 

TABLE L 



MnS04 
taken. 


MnfoandbyKI 


Mn found 1^ 


filtrate. 


AhOs treatment 
Inflltrrte. 


gnn. 


gnn. 


gnn. 


0.3861 


None. 






0.3861 


None. 






0.8361 


0.00006 






0.3861 


0.00005 






0.8861 


0.00002 






0.3861 


0.00008 






o.a%i 


None. 






0.4128 


.... 


0.00008 


0.4128 


.... 


0.00003 


0.4128 


.... 


Trace. 


0.4128 


.... 


Trace. 
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r^^r«^id, tixe iodine set ^^iag ^^^^ iodide and 

^f^^S^ate. ^ *« T T ^^ ^*^^^«d by sodium 
^iioi^^ ^^ reduced by a kno>w,x a^t^^^^^tiated manganese 
Sofld^iis acid and the amount xetja^^^^^^^t of decinormal 
jsenic^jed by titration with lodm^ ^^qJ^ "^Mioxidized was 
(B^Bft^^i.um carbonate. presence of acid 



pot»8^ be seen that m no case ^^ 

*^^ Te ^^^^'^ T^. ''^'^^^i^^ 

feee^ °' /T -.odified method of hsLtvAA-^ exceed 0.0001 grm, 



piMEly *^ ^ to precipitate the rnt^f^^ ^® chlorate process 
may ^ *^ftpptoximation to comT>le.i-^^^®^ ^^ gratifying 
lapidity a»«i ^^ ^^ prolonged \>oVU ^®®^ ^^^ experience 
has sbovm P eae C^rom O.OOl O ^'^ lesulto in a considera- 

oi^nnatoia^yP' . 3. ., ^^ tlie case in boiling nitric 

Cid) aft^x ^'f'^!j^Tf^ ^^ ^^n thoroughly elpeUed. 
,^UsB0ithecU0Ta1« a^ er.^ of tiie boi4 seems to be 

^^ssential and a bI^W yeUow color i^ the solutionTdue to chlo- 
^^e dioxide, IB a favorable mdicatioxi ratiier than the reverse. 
-Wefinditbestto filter tiieuBdilixted nitric acid, under pressure, 
mpoB asbestos on a perfoiated coixe ^with a filtering 8urfa<3e of 
about 40 cm*. Tbe dilution of the nitric acid before filtrar 
tion tends to produce some sobibUity of the manganese, and 
the loss then introduced, tliougli trifling if the filtration is 
rapid, may be considerable if tVie process of filtration is pro- 
longed, as is the case in the method approved by the " Verein 
der deutschen Eisenbutteleute." * 

Our experiments upon tbe chlorate process have been made 

with manganoTis chloride prepared as detailed in a former 

paper, viz. : by boiling manganous chloride with manganous 

carbonate, precipitating the filtered solution with ammonium 

sulphide, dissolving the washed manganous sulphide in dilute 

hydrochloric acid, precipitating the solution thus obtained with 

sodium carbonate (after boiling out hydrogen sulphide), dis- 

• Von Bei8, Zeitschr. angew. Chem., 1891, 376. 
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solving the greater part of the manganous carbonate (thor- 
oughly washed by repeatedly boiling it in successive portions 
of water) in the least amount of hydrochloric acid, and boiling 
the solution thus obtained with the remainder of the pure 
carbonate and filtering. The standard of the solution thus 
prepared, neutral and probably very pure, was fixed by evapo- 
rating definite portions with sulphuric acid and weighing 
the residue as the normal sulphate in accordance with the pro- 
cedure outlined in a former paper.* 

Any method, by means of which the oxidizing power of the 
higher oxygen compounds of manganese is discoverable, may, 
obviously, be employed to determine the condition of the 
manganese precipitated in this chlorate process. Convenient 
processes for the determination of the available oxygen in the 
higher oxides of manganese are the iodometric methods of 
Bunsen and Pickering. Bunsen's method is applicable to any 
of the higher oxygen compounds of manganese — though some- 
what inconvenient because it involves the distillation of the 
chlorine liberated by the action of strong hydrochloric acid 
upon the substance and its collection in potassium iodide, the 
iodine thus set free being estimated by standard thiosulphate. 
According to Pickering'sf method the higher oxide is treated 
immediately with potassium iodide and hydrochloric acid and 
the iodine liberated i& estimated by sodium thiosulphate. 
Plainly, the latter method is limited to the treatment of the 
less refractory or more finely comminuted oxides, and it fails 
in the presence of ferric salts and all other substances capable 
of liberating iodine from the acidified iodide. 

Still another general iodometric method for determining the 
oxygen value of the higher oxides of manganese is suggested 
by Deshayes's titration of permanganic acid in nitric acid by 
means of standard arsenious acid.^ Our experience in follow, 
ing out this idea shows that the precipitated oxides of manga- 
nese, as well as the soluble permanganate, may be easily 
reduced with the aid of gentle heating by arsenious acid in 

• Am. Jour. Sd., v, 209. This volume, p. 77. 

t Jour. Chem. See, zzx^li, 128. % BnU. Soc. Chim., zziz, 541. 
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aU**"^ t ^ ^ ^^^i»*»aS **"^ ^^ "^ *"^^e carbonate 
) "^e^^^oo**^^^^- W^^^^the oxidizing power of the 
■ C?^< l> ^'^r ""^ «<>>xw^^?' ^''^^^^^^ *tat if the iodine 
tS^^A^ ^^^*^^ al^*^«^ the naanganous carbonate 

-^ ^*%cVA "^ P^aeix,^ /"™^ t'^^ tite^tion of the 

>^ -aea **^ "^^'^ or 1^ *^® floating carbonate, the 

a»J»gP^ *bt ^® ioaiixe aiiH ^*x.'*°'^*^*^°'' *** **^« manganous 

o«\^^*J«ttoJ*^^y ^« OiS!. , consequent introduction of 

ertoT. ^° ^otM^^»a« still ^S?^^ °^{ ^ °^^*«d by adding 

to ^6 8*»*^ ^.levent th© r»^- J ^'^^'^^ 'a^'taric acid or alkaline 

t»i*^* ^t tieutralizatioa^^^*^*^*''' °* *^« manganese in the 

^a^::^g o« atte^tSx^ the bicarbonate. 

iodide on t^e ^ and by arsemous acid on the other _ 

^e TBade,fe«^ «*°^® experuuente to determine the accuiacv 

^^ ^bicb mngaaese n>ay be thus estimated. ^^ 

tor *e TDflUga^eae compound of known oxidizing power a 

golxition of P0*f8^]^ permanganate filtered carefully through 

^laestos and stendaidized against ammonium oxaUte which 

j^^^ been fo^ to be the exact equivalent of a specially 

prepared lead oxalate. For each experiment a definite por- 

^oTi of this solution was drawn from a burette and treated 

.y^ih a solution of pure manganous sulphate until the color 

of the permanganate had vanished, thus precipitating a 

jiydrous oxide approximating quite closely probably to the 

condition of oxidation of the dioxide, but containing at all 

events, whatever ite actual composition might be, the exact 

gjuiount of available oxygen originally in the permanganate. 

jji the experimento of the following table this precipitate 

.^^os treated with a solution of potassium iodide (6 gnn.) and 

•l^jtaric acid (10 grm.), by which the freshly prepared hydrate 

1^ dissolved quite as well as by the iodide and hydrochloric 

^cid of Pickering's original method and with less risk of 
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evolution of iodine ^"^^^^\^ /^ reaction. From the 
iodine found by titratioix ^ this sulplmte we have cal- 
culated the weight of manga^'^^se dioxide which would Uberate 
it; and a comparison of this value with the amount of the 
dioxide theoretically piecipitated by the interaction of the 
known permanganate and the sulphate, upon the assumption 
that two molecules of the f onner throw down five molecules 
of the hydiated dioxide, should disclose the error of the 
analytical process when applied to the estimation of man- 
ganese dioxide. In all probability the assumption that it 
is the dioxide that is precipitated, and which afterwards acts 
upon the iodide, is not quite true under the conditions, since 
the precipitation takes place in presence of an excess of a 
manganous salt ; but for our purpose it does not matter, since 
we are in effect simply dealing with the oxidizing power of 
a known amount of permanganate. 

TABLE IL 



MntbeoietieaUy 
KMnOAMMnO,. 


Mn in MnO, 
to iodine foond. 


Brror of the analvticia 

prooeae (appliea to 
]InOt)intonnsofMn. 


gna. 
0.1361 
0.1361 
0.1861 
0.1361 
0.1361 
0.1861 


gnn. 
0.1847 
0.1347 
0.1360 
0.1863 
0.1368 
0.1368 


gnn. 
0.0004- 
0.0004- 
0.0001- 
0.0002+ 
0.0007-h 
0.0002+ 






Thus, it is obvious that the mean error of the results 
is practically inconsiderable, varying between extremes of 
— 0.0004 grm. and + 0.0007 on 0.1351 grm. of manganese 
dioxide. 

In the experiments of Table III the precipitated oxide was 
treated with an excess of a standard arsenious acid solution 
and 5 cm^ of sulphuric acid of half strength, and the whole 
was heated until the manganese dioxide was dissolved. To 
this liquid was added tartaric acid (10 grm.) to prevent the 
precipitation of the manganese and the oxidation by iodine in 
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^F'ROCESS. 



■^ ^ss::%38equeiit titTation, ^e acid ^a« xxeu^v ^ w «. 
^^.us cZtion titrated by Bt^XKi^ra^^^^^ "^ ^ 




gnou 
0.1392 
0.1109 
0.1112 
0.110& 
0.1109 
0.111T 



0.1896 
0.1117 
0.1117 
0.1117 
0.1117 
0.112S 



gnn. 
O.0004- 

O.0008- 
O.0006- 
O.0008- 
O.0008- 
O.0008- 



It is Clear that ,'^^^IJ^^^^^^^ n^^thoas of reduction, t 
■'"-^tion of aaa acidio^ or tJaa-fc of arsenious acid, 

C2a^pable of yielding « »irxy acciixato iaaaications when we ha 
-%=-« deal with a pirr© s^ °* "^a^gaaiese. When, however, i 
^»r«umgane8e is assooiatea 'Tfti a. coixsia.exable amount of in 
Qj is frequently tlae case, it beconaes a. matter of necessity 
separate the maoga^®^ before attieDapting its estimatic 
:toi this purpose the " chlomte i>rocess " is by far the simpL 
«f those generally naeA, and tti.o-o.gli it has been the subj* 
of much discussion, it " a* present -fclxe method of separati 
most widely used by practical clxomists, whether the fii 
egtiinfttion of the maxiganeae is maa.e gravimetricaUy as 
Fold's process, or volumetncaXLy, a« in the methods 
Volhaid, Williams, or Pattansoxx. 

Definite portions of the solvvtion. of pure manganous chlori 

were drawn from a burette into a-n. Elx-leirmeyer flask of 800 c: 

capacity, evaporated to dryness, ;E>Trecipitated by the "chlora 

process " -with the modificataons gi-ven in detail above. T] 

ondfi after careful -washing, Aiv^a.s retixmed with the asbest 

tn the flask and -treated by on.© ox other of the methods 

ibed. It "was eith-ex -trrea.ted -with potassium iodi( 



be ^^.) and sulphixric acid. C^O cm«) of half strength, t 
<'6^8et free being estinaatea. "by thiosulphate ; or it w 
iX^ 
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heated with an excess of standard arsenious acid and 10 cm^ 
of sulphuric acid of half strength, and after cooling, adding 
5 grm. of the Rochelle salt and neutralizing with acid 
potassium carbonate, the arsenious acid remaining unoxidized 
was estunated with standard iodine. In Table IV are given 
the results obtained in this work. 



1 





TABLE IV. 




Kn taken in 


Kn found upon 




Mnfoandinttieflltnto 


the f era of 


thehypotheris 
thAtHnOils 


Srror. 


traataient with bromine 


oUorlde. 






eodnninonia. 


By Rbdugtion with Potassiitm Iodidb. 1 


gnn. 


gnn. 


grm. 


gnn. 


0.1226 


0.1188 


0.0042- 


0.00006 


0.1226 


0.1177 


0.0048- 


Trace. 


0.1226 


0.1180 


0.0046- 


0.00008 


0.1226 


0.1169 


0.0066- 


Trace. 


B 


T RSDUOTION ^ 


WITH. ArSBKIOUB 


Acid. 


0.1222 


0.1189 


0.008a- 


Not deteimiDed. 


0.1222 


0.1191 


0.0081- 


Not determiDed. 


0.1222 


0.1199 


0.002a- 


Not determined. 


0.1222 


0.1200 


0.0022- 


Not determined. 


0.1222 


0.1186 


0.0036- 


None. 


0.1222 


0.1187 


0.0036- 


0.0001 


0.1222 


0.1189 


0.003a- 


0.0002 


0.1222 


0.1194 


0.0028- 


Trace. 


0.1222 


0.1206 


0.0017- 


0.0001 



The results show plainly that^ while the manganese is so 
completely precipitated in the chlorate process of oxidation 
when properly conducted that only insignificant traces may 
escape, the condition of oxidation cannot be taken to be 
that of the dioxide. The average error thus put upon the 
determination of the manganese known to be present is more 
than 2 per cent. It follows, as a matter of course, that the 
indications of any process which rests upon the assumption 
that the oxygen value of the manganese compound preci- 
pitated in the chlorate process corresponds to that of the 
dioxide must of necessity be erroneous. If, therefore, the 
chlorate method is to be employed for the separation of 




" ^-fco ****'^^«iita.oxx^*^ precautions must be taken 
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icttf®* 



^**^ -whitdi ^©r>^ ^ oxidation of the manganeee 
-eSf^^ may Y>^ a.»^*^^ ^P<>^ ^^ oxygen value of 



^He^'^^^w^oceaa ^virb^s^H®^ *» **>« estimation of that 

*** vjv ^®^MeBke * -tK Z^ ^^ based upon the observations 
ttoo*^® V «^ /.ting in. «^ ^ dilute solution of potassium 

^^tift^VB *%d in ^^^®^ »* 80" C, in the presence of 
fl6fl»«''^S>.^, tfi. oxido ^i^^^ mixture upon manganous 

«^^f "Se o^^^WWa o* Jl P^Portio" corresponding to 
\i.o\^^^ -AjB. ^a t\\ "^^ manganese in such a pre- 

^^ ^^^^ptcs®^^ ^ ^moixat of that element originaUy 
i^jjttsv^ S^J^® toangMxovia salt. In the f oUowing table are 
pxeaet* ^^\» ot e:ipeiriment8 in which manganese was 
^^^^ . «! ioAotaetncally ^iter the interpolation of the 
^te«»^\^«^ treatment. 



^^^'"^eae eiV«^^^™» ^ Bolution of manganous chloride of 

^^ BtJe^^ ^^ drawn from a burette, evaporated to 

Isx^o^^^ ixx a smafl' beaker, Iieated with nitric acid until there 

3xy^^ ^^4eBce oi tlie presence of nitrogen oxides. Strong 



^*^^- ftcid ^^^ pouied in natil the volume was 86 cm^ sodium 
xii*^*^^ /g grm.^ was added carefully, the liquid was boiled 
^ ^ -minutes, n^ore nitric acid (16 cm^) and a few crystals of 
^^^ hlorate were introduced, and the solution brought to 
^^^^- if temperature s^ain. After cooling, the liquid was 



•ling temperature s^am. After cooJmg, the liquid was 

^^^^xed on asbestos and washed with water, and the oxide 

fi^*^ ^g asbestos and walls of the beaker was dissolved in 

^^^^^ of hydrochloric acid. After diluting a little the 

2 ^ ^^^ .^eas evaporated with 5 cm« of strong sulphuric acid 

^^V^ no more hydrochloric acid remained. The solution of 

"■^^^tanous sulphate (not exceeding 0.6 grm. of the salt), 

^^'^^^cf nearly neutralized by potassium carbonate, was mixed 

^^S a solution of zinc sulphate (2 grm.) and a freshly and 

^^^^rtSully filtered dilute solution of potassium permanganate 

^^^f% gno. of the salt) ; the Uquid, amountmg now to about 

^ • Jour. Chem. Soc.,xxxTa, 36. 
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500 cm^ was heated to 80° C, and acid potassium carbonate 
added, in quantity a little more than enough to neutralize the 
remnant of the acid present. The precipitate was collected 
upon asbestos, and after careful washing was returned to the 
flask in which the precipitation had been made. The oxygen 
value of the oxide was determined by one or other of the 
methods described. In the one case the flask was fitted with 
a paraffined stopper having two bores, one holding a Will 
and Varrentrapp absorption apparatus (in which a solution of 
potassium iodide dissolved any escaping iodine), the other a 
small separating funnel. Sulphuric acid and potassiimi iodide 
in solution were run in through the funnel, the iodine set 
free was titrated with thiosulphate — the amount of man- 
ganese being reckoned from the iodine set free. The results 
of this work follow in the first part of Table V. In the 
second case the dioxide obtained in the manner described above 
was reduced by warming gently with a decinormal solution 
of arsenious acid. After cooUng, and neutralizing with acid 

TABLE V. 



Mntakm 

in the 

fonn of chloride. 


Ifn f oand upon 
the hypotheab that 
Mn0.1s the oxide 

flnaDy ohtelned. 


Brror. 


Bt Rbduction with Potasbzttm Iodidb. I 


grin. 


gnu. 


grin. 


0.0643 


0.0687 


0.0006- 


0.0648 


0.0642 


0.0001- 


0.0648 


0.0642 


0.0001- 


0.0661 


0.0661 


0.0000 


0.1126 


0.1121 


0.0004- 


0.1126 


0.1121 


0.0004- 


0.1126 


0.1120 


0.0006- 


0.1214 


0.1206 


0.0008- 


0.1214 


0.1207 


0.0007- 


0.1214 


0.1228 


0.0009+ 


0.1214 


0.1214 


0.0000 


Bt Beduotiok with Arsbnious Ozidb. 


0.1213 


0.1212 


0.0001- 


0.1213 


0.1201 


0.0012- 


0.1213 


0.1203 


0.0010- 


0.1213 


0.1208 


0.0006- 
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-p, the px^a^ixc* 

Mtf\jo^*f ,^ acid was eai-?t^ *** RocheUe salt, the 
^«*T^«^'*°^« ««ti»«^o^'^^!^ with iodiDB in the 

^"^.irffiOtA.^ ^laiBly, tb^^*^^ «* Table V. 

I ^"^ S* ^^^''^•^S^ ax«^i^ ^^ precautions to which 

Tbese^^^eeu ^^o*^ ^^«^«xx, viz.: dilution of the 

^oB ^ ^ea<a»g ,,>^ ., 1» l?5^seiice of zinc sulphate, 

aoluioB ^\^^^ oi *^(. r^ a^ost; complete neutralization 

l^^^'^'.^ore^^f''^?^ *^« I>ota8^umpennanganate, 

tifa^'^^^dio^^'^Z;'^^'^*^^ l^y the chlorateT^es; 
^e tn»ftg*^,,j,ganou8 ^^^ >^ay sixbsequentiy, after leduc- 

jjoiB ?^ ^eYit by tl^® I«"»a^8a.na.te treatment so nearly to 

tio^^ ^^ oi o»dation represented by the symbol MnO., 

fl>eto^**SoXJttt of mar^ese originaUy treated may be 

ihat ^®,'\li<Ji a "^ery la^ degree of accuracy from the 

calciaift^ of tliiee-fi**^ of th.e oxide found. We do not 

oxyg®*"^^ pioced^M* as a xrapid analytical method; our 

jecoTOflieBtt^^^^p^ed when, tlx© fact is brought plainly to 

ptjrpoae » ^^ ^^^^ precipitated, by the chlorate process is 

viex» tiaat ^^^ ^^ ^^ may lae made such by subsequent 
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ON THE ESTIMATION OF MANGANESE 
SEPARATED AS THE CARBONATE. 

Bt MABTHA AUSTIN.* 

The estimation of manganese precipitated as the manganous 
carbonate, when that salt is obtained by the action of sodium 
or potassium carbonate, has been regarded as very undesirable 
for the reasons that, even if the conditions of the precipitate 
is such that it does not run through the filter, the manganous 
carbonate can never be freed entirely from alkaline salt, and 
that the conversion of the carbonate to the manganoso-manganic 
oxide — the form in which it is customary to weigh — is too 
uncertain. It had been supposed, also, that the presence of 
ammoniacal salts (as well as of carbonic acid) causes solution 
of the manganous carbonate, until the work of Guyard (Hugo 
Tamm) f showed that when the precipitation is accomplished 
by ammonium carbonate, even in the presence of ammonium 
chloride, complete separation of the manganese is possible. 
No data are given by Guyard to show the completeness of the 
separation of the manganese by this process ; but Fresenius ^ 
examined the method and speaks favorably of it. In this 
process the main difficulty of the older method of estimation 
as the carbonate — viz., the inclusion of the alkaline salt — is 
avoided. We know now how to avoid the difficulty in the 
way of weighing as the oxide by converting that substance to 
the form of the sulphate, as shown in a former paper. § 

For a careful study of the separation of manganous carbonate 
by Guyaid's method a solution of pure manganous chloride 
was prepared and standardized as the anhydrous sulphate in 

« From Am. Jour. Sci., t, S82. t Chem. News, xxri, 87. 

I Zeitschr. anal. Chem., xi, 290. 

I Am. Jour. Sci., t, 209. X^is Tolume, p. 77. 
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*6«"^^e A definite voltme oi ^i^^ ,^^i^Txce has been 
BBute 8^^y dia^ i^^ * platuxxmi a^rv^*^S^aoxi8 chloride 
was «''^^^{ 200 cm'- 

volume^^ojide (about - — ^.^vji. ^^ 

_i„^ .^^T g^jj^gg^ The Bolutioii ^^^j^ "k.^ ammonium cax- 



«^Socm». TothsBolutvou^^^ 
ne , .,.^j» r^y^xA 10 gnuO was aia.a.Jr^ 



oxis chloride 
__^,^3,^ ^*^«>. diluted to a 



juBinc 



\»iato 4ate BubBided. and then .vaa filtex^^^*^ ^^™ «"^ *^« 

^ ,1 ^:Kift TindeT preBsvLt^. .-»^^ ^tt on asbestos on 

ammo- 
the 

^^t^d. under conditions 



pted^^rated crucible ^derpxessx^. ^^^ 



^^\.yr.AAe> ifl necessary to insvii^ sv»c»-^ P^sence of am: 
I^ cU«"rJlt^««t."^«^xxgS^^^ condition of 



tsssssv 



iJiat 



piecipita*®?^^ ^^ precipitate vras 



Inftsstf 



^uclxa® 



it an attempt to 



trial of *»t °f ^ previously, th^r" 1* ^® ^'^^^^ P"'''^' 
« ^°'*' !S evolution of carbon^? "^ - ^ carbonate is 
gen^y ^^rt^ V)efote tiie wa^^^^^J^ and oxidation of 

Cmje presence oi a sin»"«»i" ..ox a, Uxglier oxide of manganese. 

iE^ Oie foUo^g *«^^\f^ ^j;^^ tiKe results of a series of 

.esxperimente in ^rtnch ttoe attempt ^as made to weigh first 

^ carbonate and again after stxoiig ignition — well witiiin the 

csS!axa% flame oi a powerful bxixner t -as the manganoso- 

^nanganic oxide. Tlie application of the bromine test to the 

\iot ammoniacal filtrate showed titat in every one of these 

experiments, tiie precipitation of the manganese in the form 

of the carbonate liad been complete. 



n 


MH4CI.I 




MnCOt 




Mn,0, 


IfaOl,.! 


roand. \ 


Theory- I 


Srror. 


Found. 


Theory. 


Brror. 


cmli 
50 
60 

i 60 


grm. 
10 
10 
10 


gnn. 
1 0.2686 
1 0.2704 
I 0.2710 
I 0.2720 


gnn. 
i 0.2B80 


0.000&4- 

0.0024+ 

0,0080-1- 

1 0.004(M- 


grm. 
0.1770 
0.1788 
0.1770 
0.1774 


gnn. 
0.1776 


grm. 
O.OOOC- 
0.0012-h 
0.0006- 
0.0002- 



* Annal Pbys. Chem., Ixxxiv, 52. 
t Am. JoTir. Sci., ▼, 209. This volume, p. 
VOL. n. — 7 
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ON THE ESTIMATION OF MANGANESE 



As shown in this table, weighing as the carbonate is out of 
the question; the errors of the process when the residue is 
ignited in the maimer described to form the manganoso- 
manganic oxide are much smaller though rather variable. 
The estimation of manganese as the anhydrous sulphate had 
given in the work to which reference has been made results 
agreeing so much more closely than could be obtained by 
any other procedure, that the attempt was made to estimate 
the amount of manganese precipitated as the manganese 
carbonate by converting it first to the oxide, then to the 
sulphate. A given weight of sulphate was precipitated as 
the manganous carbonate, after the employment of all the 
precautions mentioned previously in this paper, and then 
filtered off on ashless filter paper. After washing thoroughly 
with hot water, the filter was burned, the residue ignited for 
the condition of the manganoso-manganic oxide and weighed 
as such. Then the oxide was converted to the sulphate by 
heating with three or four drops of concentrated sulphuric 
acid. The agreement of the results as shown in the following 
table is considerably better. 



Bzp. 


MH«CL 


Mii,04 


Mn80« 1 


Found. 


Theory. 


Error. 


Found. 


Theory. 


SRor. 


II 


gnn. 
10 
10 
10 
10 


gnn. 
0.2463 
0.1110 
0.1684 
0.1672 


gnn. 
0.2478 
0.1121 
0.1681 
0.1099 


gnn. 
0.0016- 
0.0011- 
0.0003+ 
0.0027- 


grm. 
0.4903 
0.2226 
0.8126 
0.3366 


gnn. 
0.4906 
0.2219 
0.3128 
0.3364 


grau 
0.0002- 
0.0006+ 
0.0002- 
0.0009- 



By treatment of the filtrates of (1), (2), and (3) with 
bromine and ammonia at boiling temperature no manganese 
was found. In the filtrate from number (4) by the same 
treatment, a small amount of manganese dioxide was precipi- 
tated, which when heated with concentrated sulphuric acid 
giive 0.0006 grm. of manganous sulphate; and, hence, the 
error in that determination is really 0.0008 grm. on the 
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> ^tightly larg^^ ^ ^ 

rfl>^ ^ to iixxpexrfci-^^ ^^^ficiency recorded in the table 

«to^ iP '^tiie maixJl^ Q-iiyard's method of separation 

ItVeS^^^^B coiS^S?^ caxbonate, when handled ^th 

./UoT^^ei cl^^ sepaxation of that element. It 

;«c»»^<'*^>^**5iv tbe t>xt«' *^«>^eTer, that the precipitation 

'^ X)** ^^® -a« ^^i^^ ^^*^® of a considerable amount of 

tf^^^*''^St;^* ^* great care must be used in the 

*^^l^^^. ^^ fixxely divided precipitate. It is 

i^Tpg «^^^i0J»»^® ^ ^eiglx irx the condition of the sulphate. 
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XIV 

THE ACTION OF CARBON DIOXIDE ON 
SOLUBLE BORATES. 

By LOUIS CLEVELAND JONES.* 

In a process for the separation and estimation of boric acid 
devised by Morse and Burton,! the liberation of carbonic, 
silicic, and boric acids from a mixture of inorganic salts is 
effected by the action of sulphuric acid, using tropaeolin OO 
as an indicator of acidity. In the solution thus prepared, con- 
taining in free condition only carbonic, silicic and boric acids, 
the silicic acid is dehydrated and made insoluble by anhydrous 
copper sulphate. The boric acid is then extracted with abso- 
lute alcohol. To this alcoholic solution of boric acid, a known 
amount of barium hydroxide solution is added in excess over 
that required to form a barium metaborate, BaB^Oi* Carbon 
dioxide is then passed into the solution in accordance with the 
hypothesis that the excess only of barium is acted upon. The 
aqueous mixture of barium metaborate and barium carbonate 
is evaporated and the residue is heated to a constant weight 
over a triple burner. From the following proportion the boric 
acid present may be calculated. The molecular weight of 
boric acid — the molecular weight of carbon dioxide : the 
molecular weight of boric acid = the total weight found — the 
theoretical weight of barium as carbonate : the weight of boric 
acid present. It: is obvious, inasmuch as the difference be- 
tween the calculated weight of the barium as carbonate and 
the actual weight of the residue is multiplied nearly three times 
to get the boric oxide, that the actual error of the process, 
whatever it may be, is magnified threefold by the method of 
computation. 

• From Am. Jour. Sci., t, 442. t Am. Chem. Jour., x, 154 
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I have made a study of this method applied to pure boric 
acid, but have been unable to obtain results similar to those of 
Morse and Burton. 

For thia investigation boric acid of standard strength ^ns 
made by dissolving in a given amount of water a kno^^Ti 
weight of anhydrous boric oxide, prepared by igniting over a 
blast lamp boric acid several times reerystallized and %vashed. 
A solution of barium hydroxide was filtered fiee from carbon- 
ate and then standardized by precipitation as carbonate and 
also by the Phelps method with iodine.* To a measurrf 
amount of the boric acid solution an excess of barium hydrox- 
ide w^as added, carbon dioxide passed, and the whole evapo- 
rated and by successive ignitions brought to a constant weight. 
Below are tabulated some of the results: 



Kip. 


Bar OH), 
CalLiibtod 


Uken. 


WoJgbt af nmdw 


fouud. 


Error. 




pm 


gnu. 


PTO- 


Ifrtu. 


gTTEU 


(1) 


0.6391 


0.2200 


l«t Wt., 0,9660 
2d " 0.0785 


0.1263 
0.1063 , 


0,0937^ 
0J137- 








( ist " oim& 


0.0744 


0.0528- 


w 


0.931S 


O.1S05 


{ 2d " 0.9558 1 


0.0646 


0.0649- 








3d *' 0.9610 


0.0617 


0.0778- 










f let " L0367 


0.2972 


0.0780+ 










2d " 1.0248 


0.2679 


0.0487+ 


(3) 


0,«26S 


0^192 


A 


8d " 1.0149 
4th " 1.0064 
6tri '* 0,9075 
6th '* 0.0866 
' lit •' 0.8017 
2d « 0.7777 
Sd " 0J642 
4th " 0.7582 


0.2412 
0.2183 
0J944 
0.1621 
0J927 
0.1281 
0.0018 
0.0757 


0.0220+ 
0.0009- 
0.0248- 
0.0671- 
0.1117+ 
0.0471 + 
0.0108+ 
0.0053- 


(i) 


0.7301 


OOSIO 




6th '* 0.7517 


0,0582 


0.0228- 








Otb *' 0.7482 


0.0487 


0.0823- 










7th " 0.7447 


O.naos 


0.0417- 










6th - 0.74*27 


omm 


0.0471- 










0th « 0.74*>2 


0.0326 


0.0484- 










10th « 0.7407 


0.0285 


0,0626- 



Phiinly the results vary with the degree of the ignition. 
At the outsat the residue may or may not weigh more than 
the tlieoiy requires for the known amounts of barium hydrox- 
• Am. Joop. Sci^ a, 70. Volume I, p. 369. 
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ide and boric acid taken upon the assumption that the residue 
is barium metaborate and bariimi carbonate. This is obviously 
natural if the carbon dioxide acts upon the barium borate as 
well as upon the excess of barium hydroxide ; for, it is to be 
expected that in the evaporation more or less of the free boric 
acid will volatilize, and that in the subsequent ignition the 
boric acid remaining will tend to recombiae more or less com- 
pletely, replacing carbon dioxide. If the boric acid present 
were to recombine completely with the barium carbonate to 
form a metaborate, the final result would always be low by 
just the amount of free boric acid volatilized in the process 
of evaporation and ignition. The evidence of an experiment, 
however, in which 0.25 grm. of previously prepared barium 
metaborate was fused in contact with 0.5 grm. of barium car- 
bonate, resulting in a loss of 0.0871 grm., goes to show that 
the metaborate and carbonate of barium interact still further 
to liberate carbon dioxide. 

These results were so surprising in the light of the experi- 
ence of Morse and Burton that the question of the possibility 
of breaking up by carbon dioxide the barium metaborate 
already formed was put to the test directly. A known amount 
of barium hydroxide was taken in solution and to it added an 
amount of boric acid very little in excess of that theoretically 
necessary to form the barium metaborate. The solution was 
evaporated to dryness and the residue ignited. The weight 
obtained proved to be 0.0008 grm. less than the sum of the 
barium and boric oxides taken, doubtless because the slight 
excess of boric acid was somewhat volatile in the evaporation. 
The mass, presumably barium metaborate, was now dissolved 
as completely as possible in hot water, carbon dioxide was 
passed through the solution, the whole was evaporated, and 
the residue ignited and weighed. The increase in the weight 
showed that carbon dioxide had been absorbed, while a corre- 
sponding amount of boric acid had not volatilized. 

grm. gnu* frtu, grm* 

(6) 0.8377 0.2990 0.9491 0.9771 



iAe*^ 



ON SOLXJBL^ ^OJiA-T^ 
in carbon dioiddaaai^ . 



«, 



1( 



^S*^ 



^ 0:0280 gnn. tepieaeutii^ ^ 

.™ acid volatili^^ 



l^^^S the increase i 
S«» absorbed lei 
./^%"Sxti^* barium metebo^^ ^ 
It^ carbon dioxide, ihe PosBiV>Ui;^_ ^omposed in sol 
tiou faction of carbon dioxide laaig^^ ^»^^«ined, to.^^« 
U ^ the metaboiate pia«ticatty x^;St^^lf* regulated «« 
^., . norbon dioxide x«r«-- _ **»«K-ed. In expenme: 



"Waa 



expenmei 



»<^therefore, ^"^.^ ^^7 ."*«* P^aa«^ ~i_~ ;i""T' 
(K\^ *;i no furtibeT precipitafca ^^•*«««l above the stun 

^-^^ti°'^'^t^t bring uxei^rol^'^^'^P^- ^««^ 
\»iitJift V* ^*^ ttiat required to form 



^etskbota*®* 

grin* 

C6) «-^^^ 



tfgSo,"^'-*^ 



^^»5^k^?* 



0.207O 



O-TTXO 



B,0, found, 
gran* 

0.1658 



gnnu 

0.0412 



,^ variation °5 ^ ?^®^* «3coBa the theory shows th 
Jiet ^ese conditions tiie metai^^^ i^ „ot unaffected 



caxbon 



dio: 



^^de, tlie loss being ^ix^^ ^j ^^^^^^^^ ^ ^^ ^^^^p^ 



amou 



A^ attempts now made tixexefore to gauge the 

of tlie carbon dio^i^e mtrodixc^a by means of an indicati 
In experiment (1) pT^ienolpbtlxaloixi ^^ added to the solutii 
o{ boric acid containing an excess of barium hydroxide ai 

the current oi gaB ^^ stopped ^hen the color of the in( 

catoT disappeared. 




0.0488+ 
0.0888+ 
0.0169+ 
0.0116+ 
0.0006- 
0.0074- 
0.0130- 



This result is manifestly an improvement over those obtains 
without the careful restriction of the supply of carbon dioxid 
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A similar experiment, differing only in the single point that 
the carbon dioxide was made to act upon a boiling solution, 
resulted in like manner. 

In the light of these observations it is plain that a sufficiently 
prolonged action of carbon dioxide should result in the 
displacement of all the boric acid if that acid can be removed 
from the field of action as fast as it is liberated. Experiments 
were made which clearly demonstrate the truth of this 
hypothesis. A small side-necked flask was charged with a 
solution of boric acid (0.1143 grm.) and barium hydroxide 
(0.3227 grm.) in proportion to form the metaborate. The 
mass was brought nearly to dryness by distillation and methyl 
alcohol (15 cm^) added. Through this flask, in which the 
alcohol was kept boiling by a Bunsen burner, was passed the 
vapor of methyl alcohol, while carbon dioxide, purified by a 
neutral solution of silver nitrate, bubbled continually through 
the entire system. The methyl alcohol vapor coming from the 
side-neck flask was kept lighted by contact with the flame of 
a Bunsen burner and the distillation continued for two hours 
until the flame showed not the slightest tinge of green. The 
residue in the flask originally containing barium metaborate 
was brought to dryness and tested for boric acid. Only a 
trace was found, and this was thought to be due to inclusion 
by the insoluble barium carbonate. In a similar experiment 
in which borax was used instead of barium borate, no trace of 
boric acid was found in the residue of sodium carbonate, either 
by turmeric or the flame test, while the distillation wa^ 
continued only one-half the time of the preceding experiment. 
This result is quite in harmony with the views of P. 
Georgevic* to the effect that the large absorption of carbon 
dioxide in solutions of borax indicates that the boric acid is 
displaced from its union with the base. 

Obviously, the division of the base between boric acid and 

carbonic acid falls under the principle of mass action, and if 

the boric acid is taken in sufficient excess over the barium 

hydroxide, the action of the carbonic acid should be inappreci- 

* Jour. prak. Chexn. zzxriii, 118. 
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FURTHER SEPARATIONS OF ALUMINUM BY 
HYDROCHLORIC ACID. 

By FRANKB 8TUABT HAVENS.* 

Ik former papersf from this laboratory methods have been 
described for the separation of aluminum from ferric iron, and 
from beryllium, based on the insolubility of the hydrous 
aluminum chloride in a mixture of equal parts of aqueous 
hydrochloric acid and ether saturated with hydrochloric acid 
gas, the ferric and beiyUium chlorides being exceedingly 
soluble in this mixture. 

It was the purpose of the investigations herein described to 
discover how far this process could be extended, with certain 
modifications, to cover the separation of aluminum from such 
other metals as might occur with it, either in artificially 
prepared alloys or in naturally-occurring compounds. 

The aluminum used in all the following experiments was in 
the form of a solution of the chloride. This chloride was 
purified, as previously described,} from iron by precipitation 
with hydrochloric acid, and from the alkalies by precipitation 
as the hydroxide and continued washing with water until the 
washings gave no test with silver nitrate. The hydroxide 
thus obtained was dissolved in hot hydrochloric acid to get it 
into the form of the chloride. The chloride solution was 
standardized by precipitating weighed portions with ammonia 
and weighing as the oxide. 

* From the Am. Jour. Sci., tI, 45. 

t Gooch and HaTens, Am. Jour. Sci., vol. ii, p. 416. This Yolume, p. 20 ; 
Hayens, Am. Jour. ScL, toL, It, p. 111. This yolume, p. 47. 
) Loc. cit 
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nitrate by repeated evaporation with nitric acid the salt could 
be ignited directly to the oxide with satisfactory results. This 
is shown clearly in Table I, (3) to (5). In experiments 
(3) and (4), zinc oxide was dissolved in nitric acid and the 
nitrate ignited again to the oxide. In experiment (5), the zinc 
oxide was first dissolved in hydrochloric acid and the chloride 
thus obtained was converted to the nitrate by evaporating the 
solution (5 cm^) with nitric acid (2 cm*), treating the residue 
with nitric acid (2 cm*) and evaporating to dryness. 

TABLE L 
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0.0672 
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0.1014 


0.1027 


0.0013+ 


0.0007- 


12 


(7) 


0.0603 


0.0660 


0.0013- 


0.1026 


0.1038 


0.0012+ 


0.0008- 


16 


8) 


0.0677 


0.0676 


0.0001- 


0.1000 


0.1014 


0.0014+ 


0.0006- 


16 
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0.0669 


0.0668 


0.0001- 


0.1020 


01086 


0.0016+ 


0.0006- 


16 


(10) 


0.0668 


0.0666 


0.0007- 


0.2024 


0.2046 


0.0022+ 


0.0002+ 


20 


(11) 


0.1111 


0.1107 


0.0004- 


0.2092 


0.2116 


0.0024+ 


0.0004+ 


20 



In Table I, (6) to (11), are given the results of experiments 
in which both the aluminum and zinc were determined, — the 
former, as described, by precipitating as the hydrous chloride 
and weighing as the oxide, and the latter by carefully evapo- 
rating the strongly acid filtrate (best with a small current of 
air playing on the surface of the liquid to avoid spattering due 
to the too violent evolution of the ether and gaseous acid) and 
finally converting the chloride through the nitrate into the 
oxide. It is, of course, absolutely necessary that the treatment 
with nitric acid shall be thorough, so that no zinc chloride may 
remain to volatilize when the residue is ignited. On account 
of the danger to platinum from the aqua regia generated by 
the action of nitric acid on zinc chloride, the evaporations of 
the filtrates from the aluminum chloride and the treatment 
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alumiiiiim and zinc. Aluminum chloride is precipitated 
quantitatiyely in the presence of pure salts of these elements 
as shown in experiments of Table II. 

In determining the copper in the acid filtrate it was found 
advantageous to weigh as the oxide, but to arrive at that 
condition through the sulphate rather than through the nitrate 
(which was the transition salt in the case of zinc), as this 
process can be carried on safely in platinimi. 

In Table II, (10)-(18), are given results of experiments in 
which the aluminum was determined as previously described 
by precipitation as the hydrous chloride and conversion to the 
oxide. The acid filtrate was evaporated in platinimi and the 
copper determined by treating the residue with a few drops of 
strong sulphuric acid, heating gently to drive off the excess of 
sulphuric acid, and then igniting the sulphate to the oxide at 
a red heat. That the copper sulphate is converted to the 
oxide by ignition at a red heat over a Bunsen burner is shown 
in experiments (7) to (9) of Table 11. 



XVI 

THE lODOMETRIC DETERMINATION OF 
MOLYBDENUM. 

Bt F. a. GOOCH awd JOHN T. NOBTON Jb.» 

A PROCESS for the iodometric determination of molybdic ac 
which consists in treating a soluble molybdate in a Buns 
distillation-apparatus with potassium iodide and hydrochloi 
acid, has been advocated by Friedheim and Euler.f Accor 
ing to this process the molybdate, containing from 0.2 gn 
to 0.3 gnn. of molybdenum trioxide, is treated with fro: 
0.5 gnn. to 0.75 grm. of potassium iodide and enough hydr 
chloric acid, of sp. gr. 1.12, to fill two-thirds of the flask ( 
the apparatus. The liquid is warmed until heavy vapors c 
iodine fill the flask and then boiled until iodine vapor is n 
longer visible and the color of the liquid residue is a cleai 
green. The iodine liberated is collected in the distillatfi 
and titrated with sodiimi thiosulphate, every atom of iodim 
found indicating presumably the reduction of a molecule o: 
molybdic acid to the condition of the pentoxide MosOb. 

It was pointed out in a former article from this laboratory,^ 
that greater precaution than was taken by Friedheim anc 
Euler is necessary in order that the reduction may proceec 
according to theoiy, and that the iodine collected may serve 
as a reliable measure of the molybdic acid. It was founc 
that the green color of the liquid comes gradually and thai 
it may develop distinctly before the molybdic acid is fullj 
reduced. It was found, also, that since even a trace oi 
oxygen liberates iodine from the hot mixture of potassiun 

• From Am. Jour. Sd., yi, 168. 

t Ber. BtBch. chem. Qes., zzriii, 2066. 

t Gooch and Fairbanks, Am. Jour. ScL, ii, 166. Volume I, p. 876. 
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iodide and hydrochloric acid of the strength employed, it is 
not sufficient to rely upon the volatilization of iodine to 
expel the air originally in the apparatus, but that it is 
essential to conduct the distillation in an atmosphere devoid 
of oxygen. The suggestion was made therefore that the 
operation should be carried on in a current of carbon dioxide 
and that the mixture, constituted definitely, should be boiled 
between stated limits of concentration which were determined 
by experiment. It was found that when amounts of a soluble 
molybdate containing less than 0.8 gim. of molybdenum 
trioxide are treated with potassitun iodide, not exceeding the 
theoretical proportion by more than 0.5 grm., and 40 cm^ of 
a mixture of the strongest hydrochloric acid and water in 
equal parts, the reduction proceeds with a fair degree of 
regularity and is practically complete when the volume has 
diminished to 26 cm*. If the operation is properly conducted 
in an atmosphere of carbon dioxide, it was shown that the 
iodine in the distillate may be trusted to indicate the molybdic 
acid within reasonable limits of accuracy. It appeared, how- 
ever, that too great an excess of potassium iodide tends to 
induce excessive reduction, and that the same tendency 
shows when the liquid is concentrated to too low a limit. 

To this criticism Friedheim took exception ♦ and contrasted, 
to their disadvantage, our results by the modified method 
with those of Friedheim and Euler by the original method. 
It became necessary, therefore, to point out f the fact that 
of the results published by Friedheim and Euler, upon which 
reliance was placed to prove the reliability of their method, 
five out of seven in one series and one out of five in another 
series had been calculated incorrectly from data given. 
Another series of six determinations was, however, apparently 
faultless in this respect More recently % Euler has explained 
that the errors were not really arithmeticaL Two of them 
may be presumed, inferentially, to be due to careless copying 

• Ber. BtBch. chem. Ge8., xziz, 2081. 
t Gooch, Am. Jour. ScL, iii, 237. 
X Zeit anorg. Chem., zt, 461. 
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having been adjusted to secure the formation of the hydrous 
magnetic oxide of iron. The filtrate from the iron hydroxide 
gave on evaporation and crystallization potassium iodide which 
was free from iodate. 

The hydrochloric acid was taken of sp. gr. \.\2y because 
this is the strength used by Friedheim and Euler. 

The sodium thiosulphate employed was taken in nearly 
decinormal solution, and was standardized by running it into 
an approximately decinormal solution of iodine which had 
been determined by comparison with decinormal arsenious 
acid made from carefully re-sublimed arsenious oxide. We 
chose this method of standardizing — the introduction of the 
thiosulphate into the iodine — rather than the reverse opera- 
tion, in order that the conditions of the actual analysis might 
be followed in the standardization. 

The distillation apparatus was constructed with sealed or 
ground joints of glass wherever contact with iodine was a 

possibility. It was made by 
sealing together a separating 
funnel A, a 100 cm' Voit 
flask B, a Drexel wash-bottle 
C, and a bulbed trap g^ as 
shown in the figure. Upon 
the side of the distillation- 
flask B was pasted a gradu- 
ated scale by means of which 
the volume of the liquid 
within the flask might be 
known at any time. Carbon 
dioxide, generated in a Kipp 
apparatus by the action of 
dilute hydrochloric acid (carrying in solution cuprous chloride 
to take up free oxygen) upon marble previously boiled in 
water, was passed through the apparatus before and during 
the operation, so that it was possible to interrupt the process 
of boiling at any point of concentration, to remove the receiver 
by easy manipulation, to replace the receiver, and to continue 




Fio. 20. 
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^?ashed off into the receiver, and the end of the tube was 
dipped immediately into a solution of potassium iodide. The 
constant flow of carbon dioxide prevented reflux of air during 
the transfer, and as soon as the end of the tube had been 
submerged in the solution of potassium iodide (which was 
employed not only as a water-seal, but to catch any iodine 
still carried in the gas), it was possible to reduce the rapidity 
of the current. 

After titrating the iodine in the distillate the receiver was 
again placed in the train and the process of distillation was 
resumed under the former conditions and continued until the 
volume of the liquid, as indicated upon the scale, had dimin- 
ished to 25 cm^ when the distillation was interrupted. The 
apparatus was manipulated as before to prevent access of air, 
and the iodine evolved in the second treatment determined. A 
third period of distillation served to show the iodine liberated 
during the concentration of the liquid from 25 cm^ to 10 cm^ 

During the first period of distillation the liquid assumed the 
clear green color, which changed but slightly until the begin- 
ning of the third period, when the tint verged upon olive, and 
at the end of the operation the color of the liquid was an 
olive brown which grew browner on cooling. The addition 
of considerable hydrochloric acid to the residual liquid re- 
stored the clear green color, while water changed the olive 
brown to reddish yellow, the tint varying with the dilution. 
The results of these experiments are recorded in (1) to (5) of 
the accompanying table. In division A are given the weights 
of molybdenum trioxide corresponding to the amounts of 
iodine found in the three stages of distillation ; in division B, 
the molybdenum trioxide corresponding to the iodine evolved 
from the beginning of the process to the end of each stage. 

The mean error of the indications taken during the period 
of distillation advocated by Friedheim and Euler is 0.0045 
grm. — ; * that of the period of concentration from 40 cm^ to 

* ETen thie figure does not disclose the full error, which is partly counter- 
balanced, as wiU appear later, by the effect of oxygen dissolred in the acid 
used in the process. 
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excess of that theoretically required. This is shown in exper- 
iments (6) and (7), conducted otherwise similarly to those 
described above, in which the amount of potassium iodide was 
increased to 1 grm. and 2 grms. The error after distilling 
from 40 cm^ to 10 cm*, the lowest limit of the preceding ex- 
periments, was 0.0058 gnn.+ and 0.0040 grm. +» and the 
latter error was increased to 0.0074 grm.+ on repeating 
the distillation with a fresh portion (80 cm*) of the acid. It 
is interesting to note incidentally that in the experiment in 
which the largest amount of iodide (2 grms.) was used the 
solution did not take the green color at any stage of the dis- 
tillation, probably because the large excess of iodide held the 
free iodine and so masked the color until the degree of con- 
centration was reached at which the olive-brown color dis- 
places the green. 

The possibility of the interaction of atmospheric oxygen 
and gaseous hydriodic in the analytical process, even to the 
extent of producing errors of from one to three per cent 
reckoned as molybdenum trioxide, was recognized by Fried- 
heim and Enter; and it was to obviate this difficulty that the 
recommendation was made by them to warm very gradually 
the distillation flask filled two-thirds with the mixture of 
iodide, molybdate, and acid, and to raise the liquid to actual 
boiling only when the space above the liquid in the retort and 
in the connecting tube is filled as completely as possible with 
iodine vapor, while the liquid in the receiver begins to rise in 
the tube. 

The action of atmospheric oxygen upon the solution of hydri- 
odic acid must, however, be also taken into account. It is a 
&miliar fact that when a considerable excess of strong hydro- 
chloric acid is allowed to act in contact with air upon potassium 
iodide (free from iodate) dissolved in a little water, the mix- 
ture is colored by free iodine. The amount of iodine liberated 
by atmospheric action is insignificant when the acid is very di- 
lute, but is considerable when the acid is strong, and increases 
with time and rise in temperature, as shown in the experiments 
recorded in the accompanying table. 
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trioxide. The use of acid of sp. gr. 1.1, freshly boiled in the 
air, obviously reduces the error due to the unboiled acid, but 
even in this case the effect of included oxygen was not wholly 
obviated. 

It is obvious that the procedure recommended by Fiiedheim 
and Euler can by no possibility eliminate the effect of atmos^ 
pherio action upon the mixture of acid and iodide. The 
extent of such action must depend upon such conditions as the 
size of the apparatus, the time of exposure, the body of air 
above and dissolved in the liquid, and the rate of displacement 
of the air. How great the error due to atmospheric action 
actually was in the process as conducted by Friedheim and 
Euler we, of course, have no means of knowing. It is to be 
hoped, however, that it was sufficiently great to cotmterbalance 
that other inevitable error (of about five milligrams) which 
exists by reason of the incompleteness with which molybdic 
acid is reduced under the conditions which these investigators 
prescribe ; for, the value of Euler's work upon the vanadio- 
molybdates rests upon the chance that these two very 
considerable and indisputable tendencies to error may have 
neutralized one another. 

It has been shown clearly that our former criticism of the 
procedure of Friedheim and Euler is justified in every par- 
ticular. We have no change to make in the recommendation 
made therein as to necessary modifications. 

If the conditions seem difficult, there is an alternative in 
the method proposed in the former article,* according to 
which the molybdate is reduced by the acid and iodide in an 
Erlenmeyer beaker (trapped loosely by means of a short 
bulbed tube hung in the neck) and the molybdenum pentoxide, 
freed from iodine by boiling, is reoxidized by standard iodine 
in alkaUne solution. 

* Am. Jour. ScL, ii, 166. Volume I, p. 875. 
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ON THE DETERMINATION OF MANGANESE 
AS THE PYROPHOSPHATE. 

By p. a. GOOCH and MARTHA AUSTIN.* 

Fob the estimatioii of manganese in a grayimetric way when 
accuracy is a consideration, recourse is usually taken to the 
excellent method of Wolcott Gibbs.t This method consists in 
the precipitation of a manganous salt by an alkaline phosphate, 
the conversion of the tribasic phosphate into the ammonium 
manganese phosphate, and the weighing of the product of 
ignition as the pyrophosphate. 

By Gibbs' original method the orthophosphate of manganese 
was precipitated by hydrogen disodium phosphate in large 
excess above the quantity required to cause the precipitation. 
The flocky white precipitate was dissolved either in sulphuric 
or hydrochloric acid, and precipitated again at the boiling 
temperature by ammonia in excess. This semi-gelatmous 
precipitate on boiling or long standing even in the cold becomes 
crystalline, the crystals forming beautiful talcose scales which 
have a pearly luster and a pale rose color. The precipitate 
was filtered off, washed with hot water, dried and ignited. The 
results obtained by Gibbs' students for the pyrophosphate 
accord closely with the theory. 

Fresenius X showed subsequently that ammonium manganese 
phosphate dissolves in cold water, in hot wUter, and in an 
aqueous solution of ammonium chloride [1 : 70] to the extent 
of 1 part in 82,000, 1 part in 20,000, and 1 part in 18,000, 
respectively. It is clear, however, that the solubility of this 

• From Am. Jour. Sci., ri, 233. 
t Am. Jour. Sci., xliv, 216. 
X Zeitschr. anal. Chem., tI, 416. 
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precipitate is not indicated necessarily by the proportions 
given so long as an excess of the precipitant is present during 
the washing, though Fresenius did find in the filtrate traces 
of manganese which to his mind were sufficient to account 
for losses indicated by his test analyses, viz., one to three 
milligrams of oxide, or from two to six milligrams of 
phosphate. 

Another mode of manipulation has been advocated by Blair * 
in order that the precipitate may be obtained more easily in 
crystalline condition. According to this method dilute anmionia 
is added drop by drop to the hot acid solution until the precipi- 
tate begins to form, the boiling and stirring are continued 
until the small amount of flocky precipitate is converted 
completely to crystalline condition, and the process of adding 
ammonia drop by drop is repeated until the manganese is all 
down in ciystalline condition. The dilute ammonia is added 
in excess and the liquid filtered after cooling in ice water. 

In discussing these methods of precipitation, McKennaf 
points out that both give good and accordant results, and that 
the process may be carried on in glass as well as in platinum, 
if the time of crystallization is made short enough. 

When a manganous salt is precipitated in the cold by an 
excess of an alkaline phosphate, it falls, as Heintz % has shown, 
in the form of the trimanganous phosphate of the formula 
MusPsOs. This same phosphate constitutes, as we have found, 
the greater part of the precipitate which forms when a man- 
ganous salt reacts in the cold in the presence of ammonium 
chloride with microcosmic salt and ammonia in slight excess. 
Boiling or even subsequent standing may, as is well known, 
effect a more or less complete conversion of the manganese 
phosphate to the ammonium manganese phosphate. Thus, in 
one experiment in which an amount of manganous chloride 
enough to produce 0.2214 gram of the pyrophosphate was 
precipitated in the cold by 5 cm* of a saturated solution of 
microcosmic salt, with the subsequent addition of ammonia 

* The Chemical Analysis of Iron, 106. t Jour. Anal. Chem., t, 141. 
} Ann. Phys., cl, 440. 
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in excess, in a volume of 200 cm' containing also 6 grams of 
ammoniiun chloride, the residue after ignition weighed 0.1904 
gram. Presuming this residue to consist entirely of the 
pyrophosphate and the trimanganous orthophosphate, the pro- 
portion of the former to the latter calculated from the relation 
of symbols, and the weights taken and f oimd, is nearly one to 
six. That is to say, about sixnsevenths of the precipitate fell 
in this experiment in the form of the tribasic orthophosphate. 
In another experiment made exactly similarly, excepting 
that the liquid was heated to boiling, the proportion of the 
manganese pyrophosphate to the trimanganous orthophosphate 
in the only partially crystallized precipitate proved to be two 
to one. That is, in this case, two-thirds of the precipitate was 
in the form of the pyrophosphate. In the former of the 
experiments a small amount of manganese was found in the 
filtrate, bxit not enough to change materially the ratio recorded. 
The slight solubility appears to be connected with the incomplete 
conversion of the trimanganous phosphate to the ammonium 
manganese phosphate, for as will appear later, the manganese 
found in the filtrate, when the conversion is known to be 
nearly complete, is inappreciable unless extraordinary amounts 
of the ammonium salt are present. The success of the analytical 
process under discussion turns, therefore, upon the change of 
the trimanganous phosphate MngPsOg to the ammonium man- 
ganese phosphate NH4MnP04. In the work to be described 
the attempt was made to learn the conditions under which this 
conversion may be best and most completely accomplished. 

The conversion of a molecule of trimanganous phosphate 
to the ammonium manganese phosphate might be due, con- 
ceivably, either to the action of free ammonia or to the action 
of a salt of ammonium. The action of ammonia could only 
take place at the expense of a partial loss of manganese from 
the phosphate and its appearance as a hydroxide, two-thirds 
of the manganese going into two molecules of the ammonium 
manganese phosphate. In the presence of ammonium salts 
it is possible that the manganese oxide thus replaced might 
enter into union with the acid radical of the ammonium salt 
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setting free ammonia ; but if the ammonium salt present were 
the phosphate, or if an alkaline phosphate were present with 
other suitable ammonium salts, it is conceivable that the 
replaced manganese might appear as a constituent of a third 
molecule of ammonium manganese phosphate. In any event, 
it would be the ammonium salt and not the free ammonia 
which would determine the formation of the third molecule 
of the ammonium manganese phosphate. Plainly, too, the 
ammonium salt by itself, if it were a phosphate, or if a soluble 
phosphate were also present, might accomplish the conversion 
without the intermediate action of free ammonia. Unless, 
therefore, free ammonia favors the insolubility of the ammo- 
nium manganese phosphate, its presence would be unnecessary 
and might even be an actual disadvantage if the hydroxide 
naturally formed by its action upon the manganese phosphate 
were to fail to reunite fully with a phosphoric acid radicaL 
It is plain, too, that the action of free anmionia might not 
stop with the replacement of one out of the three of the 
manganese atoms present in the molecule, but might even 
proceed under favorable conditions to the formation of phos- 
phate richer in ammonium and to the separation of more 
manganese from its union with the acid radicaL As a matter 
of fact Munroe • has shown that the prolonged action of hot 
ammonia upon the precipitate produced by the interaction of 
a manganous salt and an alkaline phosphate does actually 
produce a hydroxide which blackens as it takes oxygen from 
the air. Our attention has been given, therefore, more 
especially to a study of the conditions of action under which 
a salt of ammonium — the chloride — may bring about the 
conversion of the precipitate first thrown down by an alkaline 
phosphate to the form of the ammonium manganese phosphate. 
Experiments were made upon solutions of pure manganous 
chloride prepared and standardized by means of the sulphate 
method, as described in a former paper, f to show the effect 
of varying amounts of ammonium chloride on the condition 

\^.^ • Amer. Chemist, 1877. 

* t Am. Jour. Sd., t, 209. This volume, p. 77. 
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of the precipitate and upon the solubility of the precipitate 
when once formecL The ammonium chloride for this work 
was prepared pure by boiling the chemically pure salt of 
commerce with a faint excess of ammonium hydrate and 
filtering — to free it from traces of iron, silica and alumina. 
In the first series of experiments dilute ammonia was added 
slowly to the hot faintly acidulated solution containing the 
manganous chloride and more than enough, theoretically, of 
a saturated solution of microcosmic salt to precipitate the 
manganese present. The liquid was heated and stilled until 
the flocky mass was changed to a crystalline condition. The 
addition of ammonia drop by drop, with constant stirring and 
heating, was continued until the manganese was all precipi- 
tated in cxystalline form. A slight excess of ammonia was 
added and the liquid with the precipitate was allowed to 
stand for a half hour, cooling gradually or chilled in ice 
water. The precipitate was filtered off on asbestos under 
pressure, washed carefully in water made faintly ammoniacal, 
dried and ignited. The filtrates were tested for manganese 
by treatment with bromine and heating. The results of these 
experiments are given in the following table. 

TABLE I. 



"-^iJ^X"^ 


Brror 

intennsof 

Mii,P,0,. 


Errorin 

teniuof 

Mingineto 


Brtcmted 

■olntloii of 

IUIJiyTaPO«. 


TMitl 
Tolnme. 


inlUMe. 


TakMi. 


l^mnd. 


grm. 
0.4083 
0.4033 
0.8770 
0.8770 
0.4038 
0.4038 
0.4038 
0.3226 


^iiiiiiii 


gnn. 
0.0264- 
0.0806- 
0.0240- 
0.0160- 
0.0282- 
0.0259- 
0.0162- 
0.016O- 


gnn. 
0.0102- 
0.0118- 
0.0090- 
0.005&- 
0.0109- 
0.0100- 
0.0062- 
0.0062- 


em* 
6 
6 
6 
6 
10 
10 
5 
6 


cms 
60» 
60» 
60 
60 
60 
60 
200 
200 


None. 
None. 
None. 
None. 
None. 
None. 
None* 
None, 



In this method of precipitation of the manganese in a pure 
solution of a manganous salt the results are all wrong. The 

* Chilled in ice-water. 
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proportion of the trimanganous phosphate to the pyrophos- 
phate in the residue, calculated from the symbols and the 
weights taken and found, is in the average two to five. 
That is to say, five-sevenths of the trimanganous phosphate 
has been converted to the foim of the ammonium manganous 
phosphate. 

The precipitate obtained in this manner is white and granu- 
lar but not silky, and after ignition it shows the same dead 
white color, and is powdery. Evidently the regulation of the 
volume in which the precipitation is made is not essential, 
and the chilling of the liquid is of no importance in changing 
the manganese to the ammonium manganese salt tmder the 
given conditions. It is plain, moreover, that the assumption 
of a ciystalline condition cannot serve as an indication that the 
composition of the salt is ideal. It is to be noted, however, 
that the conditions obtaining here are essentially different 
from those in common practice; for, ordinarily, when man- 
ganese is to be determined ammonium salts are abundantly 
present as the result of previous steps in analysis. 

In the experiments of the next series the conditions are 
varied simply in this respect, that ammonium salts are in- 
troduced before the precipitation. The precipitate was less 
granular and more silky. After ignition the mass was white 
with a faint rose color. In the experiments of section A of 
the table the precipitate first thrown down was redissolved, 
reprecipitated and filtered after cooling; in those of section 
B, the precipitate was filtered after cooling without re-solution 
and without reprecipitation ; and in those of section C, the 
first precipitate was filtered at once while the solution was 
still hot. The length of digestion before filtering and the 
indications of manganese in the filtrate are recorded in the 
table. 

It was observed in these experiments that when the amount 
of ammonium chloride is present in considerable quantity a 
fine crystalline condition is got much more readily than when 
the amount of that salt is small: with maximum amounts of 
ammonium chloride the change from the flocky to the crystal- 
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knttotbeHnClt. 


XrroriB 
terms of 


BrroriB 
terms of 


Batorated 

eolation of 

HNeNH^POa. 

A 


jsm^Oh 


Total 
Tolome. 


Time of 
stand- 


Mangaa- 

eseinthe 

flltmte. 


li^kfln. 


Tomid. 


gnn. 


gnn. 


grm. 


grm. 


A. 
cms 


gnn. 


cms 


hn. 




0.1542 


0.1520 


0.0022- 


0.0008- 


5 


5 


200 


15 


Kone. 


0.1642 


0.1540 


0.0002- 


0.0000 


6 


10 


200 


15 


None. 


0.1542 


0.1536 


0.0006- 


0.0002- 


5 


10 


100 


5 


None. 


0.1542 


0.1585 


0.0007- 


0.0002- 


6 


20 


200 


21 


None. 


0.8770 


0.8712 


0.0058- 


0.0022- 


6 


20 


200 




None. 


0.8770 


0.8724 


0.0046- 


0.0018- 


5 


20 


200 




None. 


0.8084 


0.8069 


0.0015- 


0.0006- 


5 


40 


200 


1 


None. 


0.8084 


0.8060 


0.0024- 


0.0009- 


5 


40 


200 


1 


None. 


0.8084 


0.8050 


0.0025- 


0.0009- 


5 


40 


200 


15 


Trace. 


0.8084 


0.3057 


0.0027- 


0.0010- 


5 


60 


200 


15 


None. 


0.1542 


0.1521 


0.0021- 


0.0008- 


5 


10 


100 


40 


None. 


0.1542 


0.1512 


0.0080- 


0.0010- 


6 


10 


200 


40 


None. 


0.1542 


0.1582 


0.0010- 


0.0008- 


6 


20 


200 


15 


None. 


0.1542 


0.1531 


0.0011- 


0.0004- 


5 


20 


100 


15 


None. 


0.8770 


0.3720 


0.0060- 


0.0019- 


5 


20 


200 


1 


None. 


0.8770 


0.3745 


0.0085- 


0.0014- 


5 


20 


200 


None. 


0.1542 


0.1510 


0.0028- 


0.0009- 


6 


15 


200 




None. 


0.1542 


0.1580 


0.0012- 


0.0004- 


5 


20 


200 




None. 


0.1542 


0.1525 


0.0017- 


0.0007- 


5 


30 


200 




None. 


0.8084 


0.8020 


0.0064- 


0.0025- 


5 


10 


200 




None. 


0.8084 


0.3053 


0.0031- 


0.001^ 


6 


20 


200 




None. 


0.8084 


0.8038 


0.0051- 


0.0020- 


6 


20 


200 




None. 


0.8084 


0.8039 


0.0045- 


0.0017- 


6 


60 


200 




Trace. 



line condition is almost immediate; even in the cold the 
change takes place to a marked extent in a few seconds. No 
manganese was found in the filtrate by boiling with bromine 
and ammonia — a test which is capable of indicating 0.0001 
grm. of manganous sulphate in 500 cm^ of water containing 
60 grm. of ammonium chloride — until the ammonium chlo- 
ride amounted to 20 per cent of the mass, or to 40 gnn. 
in 200 cm^ of the liquid^ and even then but once in three trials : 
even when the proportion was 80 per cent — 60 grm. in 200 
cm^ — the solvent action of the ammonium chloride upon the 
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manganese ealt was trifling. The pyrophosphate residues 
obtained in these experiments, as well as in all those recorded 
in this paper, were dissolved in nitric acid and tested for 
contamination by a chloride ; in no single case did silver nitrate 
produce more than an inappreciable opalescence in the solution. 
It is plain, therefore, that the variations of the results from 
theory are occasioned by variation in the degree of conversion 
of the trimanganese phosphate to the ammonium manganese 
phosphate, and that, while the ammonium chloride shows no 
appreciable solvent action on the precipitate in the presence of 
the precipitant, its effect in the process of conversion is plainly 
evident. For the smaller amounts of the manganese salts 
(equivalent to 0.1542 grm. of the pyrophosphate) the effect 
of the ammonium chloride reaches a maximum when that salt 
amounts to 10 per cent of. the solution; for twice that amount 
of manganese salt, the best results were obtained by doubling 
the amounts of ammonium chloride. Either Une of treatment 
yields under the most favorable conditions, results which are 
passably good, but the advantage inclines slightly to the first 
method in which the first precipitate was dissolved and 
reprecipitated while the liquid was cooled before filtering. 

TABLB in. 



"^^PO^ 


Bmirln 
tenna 


Bmir 

intennB 

of 


Biitiintod 

■olatlon of 

HNaNH* 

P0«.4H^. 


NHfCl. 


Total 
Tolome. 


Mugwaw 

in the 
ffitnte. 


TUCMl. 


FMind. 


gnn. 
0.2214 
0.2214 
0.2214 
0.2214 
0.2214 
0.2214 
0.2214 
0.2214 


gnn. 
0.2202 
0.2202 
0.2191 
0.2191 
0.2191 
0.2186 
0.2186 
0.2192 


gnn. 
0.0012- 
0.0012- 
0.0023- 
0.0023- 
0.0023- 
0.002^ 
0.0028- 
a0022- 


pppppppp 


cms 

6 

6 

6 

5 

6 

10 

20 

20 


gnn. 
20 
20 
20 
20 
20 
20 
20 
20 


So 

200 
200 
800 
800 
200 
800 
800 


None. 
None. 
None. 
None. 
None. 
None. 
None. 
None. 



In Table HI are recorded results obtained by precipitating 
the cold acid solution of the manganese salt and the microco»- 
mic salt with a strong excess of ammonia. The mixture was 
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.tions th.^ a^v^lr^^ «ttid filtered hot. 
^ttdW^^'d *** ''"TnnfltaJ**'*^^^ ■^ix^^/'^"*^ of ammonium 



*^\nav be beca^ *^« P^oX 



^5^s«^, 



itory Hbaa. those 



^se by the method 



[{of .^ rm »» °rLee oxia^ . ^^^e^a. boilmg tends to 



is -without mnuence 

2*»** ^^'^^'l^eii^t?; "^^ of the process. 
Zl^oi ^ ^ties oi «J^^p^ ^^^ solution of manganous 
^CbJvo^^ ^ded dxop W *^^^t.lx^ xtxxxtui« of micrc^ic 
^^e^oBiuBX. f Sf^^" J*^«^e with a^oni. 



xv-. 









0.1528 



0.0021- 

0.00U- 

0.0022- 

0.0017- 

0.000W- 

0.00l4r- 



»not \ 


Bwinm««a 












NQgOl. 


TOM 
Tohuna. 


faTthe 
flltnte. 


I ^!^ ' 


i ons 


gnn. 


om* 




0-522S- 


<^ 


6 


200 


None. 


\o-5SSi- 


\ S 


10 


276 


None. 


W?sss- 


\ B 


16 


276 


None. 


\ 0.0007— 


\ <^ 


20 


276 


None. 


I 00008+ 


\ 6 


20 


200 


None. 


. I 0.0005— 


1 • 


30 


276 


None. 



. ^ qI this aeries of experiments demonstrated 

rj^e ®^^^^ gage ^^ whicli the flocky precipitate is 

^^\rx ^^ . cTYstsUiiie ammonium manganese phosphate 

oorx'veitW^ ^ ^ ^^ ammonium chloride present, and the 

^ pTOpo*^ «.aii\ta ioT the phosphate when the ammonium 



eTTOToitiieTesi 



^^^^ iultsiox 

xixeaA 

^^"^ .L, salt ^ less than 20 grms. 

• ts were also made according to the modifications 



^-^ hed 20 grams (0.0007 gnn.) is considerably less 

'^^^ '^'^ean etroT (0.0018 grm.) when the amount of the 



amxt^^^^' 
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suggested by Munroey* viz., the boiling of the manganoos salt 
with an excess of microcosmic salt until the precipitate becomes 
ciystalline and just neutralizing with dilute ammonia ; but we 
have been imable to find the conditions of this treatment by 
which uniform results may be obtained in even moderate 
agreement with the theory. 

We have tried also the effect of substituting ammonium 
nitrate for ammonium chloride in the conversion process ; but, 
so far as our experience goes, the nitrate is not so effective 
weight for weight in producing the change of the trimanganous 
phosphate to the ammonium manganese phosphates, while 
the solubility of the product in the solution of the ammonium 
nitrate becomes appreciable more rapidly with the increase of 
the amount present than is the case when the ammonium salt 
is the chloride. 

In the light of the experiments described it would seem to 
be reasonable to expect the best results from the phosphate 
method for determiniog manganese when the conditions are 
so arranged that precipitation may take place in the cold 
solution in the presence of but little free ammonia, and of 
enough ammonium chloride to bring about the rapid conversion 
of the precipitate to the crystalline condition* Under such 
circiunstances it should be possible to secure the conversion of 
the phosphate to the ideal constitution as completely as possible 
without danger of subsequent decomposition by the prolonged 
action of the hot free ammonia. In carrying out this idea, 
the solution of manganese chloride was treated as before with 
microcosmic salt and a large amount of ammonium chloride, 
the precipitate first formed was redissolved in hydrochloric 
acid and precipitation again brought about by the very careful 
addition of dilute ammonia in slight but distinct excess. The 
mixture was heated only until the precipitate became silky 
and crystalline, when it was allowed to stand and cool for a 
half hour. The precipitate was filtered off upon asbestos in 
a perforated platinum crucible under pressure, ignited and 
weighed. Table V comprises the results of experiments made 

• Loc. ciU 
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in this manner. In those of section A the precipitation was 
made in platinum vessels ; in those of section B the treatment 
was in glass. 



TABLE V. 



A. Ik Flatikuii. 1 


"^^iSS^ 


Error in 


Brror in 


Batoiated 




Total 
▼oltune. 


MaaganaM 




term* of 
lln^jO^ 


termaof 
Manganew^ 


Bolation of 


NH4OL 


in the 
mtrate. 








Found. 














gnn. 


grm. 


grm. 


gnu. 


cm^ 


gnu. 


om> 




0.1885 


0.1903 


0.00184- 


0.00074- 


5 


20 


200 


None. 


ai886 


0.1910 


0.0025f 


0.00104- 


5 


20 


200 


None. 


0.1885 


0.1913 


0.00284- 


0.00114- 


5 


20 


200 


None. 


0.1885 


0.1911 


0.00264- 


0.001Of 


5 


20 


200 


None. 


0.3770 


0.8776 


0.00064- 


0.00024- 


5 


20 


200 


None. 


0.3770 


0.3773 


0.00084- 


0.00014- 


5 


20 


200 


None. 


0.8770 


0.8778 


0.00084- 


0.00034- 


5 


20 


200 


None. 


0.3770 


0.3788 


0.00134- 


0.00054- 


5 


20 


200 


None. 


B. In Gulss. 


0.1885 


O.1904 


0.00194- 


0.00074- 


5 


20 


200 


None. 


0.1885 


0.1898 


0.00134- 


0.00054- 


5 


20 


200 


None. 


0.8770 


0.3767 


0.0003- 


0.0001- 


5 


20 


200 


None. 


0.8770 


0.3784 


0.00144- 


0.00054- 


5 


20 


200 


None. 



In this series of experiments the mean indication is, for the 
first time, in excess of the theory. Previously the error has 
been one of deficiency, and that in proportion to the amount 
of manganese handled, no doubt because the amoimt of uncon- 
verted trimanganese phosphate is proportioned to the entire 
amount of the phosphate. The positive error which is devel- 
oped in this last series of detenmnations is probably due to 
the appearance of the natural error of all precipitation pro- 
cesses — viz., the tendency on the part of the precipitate to 
include matter in solution. In the previous experiments this 
effect was doubtless obscured by the incompleteness of the 
conversion of the trimanganous phosphate to the ammonium 
manganese phosphate. Indeed it is quite possible that even 
in the last determinations the conversion is not absolute, and 
that this is so suggested by the fact that the errors of excess 
are larger in the case of the smaller amounts of manganese for 
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which the conveisioii thioughout the entire work has appeared 
to be more complete. From the consideration of the results 
tabulated and described it would seem to be obvious that not 
only is the presence of ammonium chloride not objectionable 
in this analytical process, which depends upon obtaining the 
ammonium manganese phosphate from the trimanganese phos- 
phate precipitated from a pure solution of manganese, but that 
its presence in not too small amount, or that of a substitute, is 
absolutely essential to make this conversion complete. For a 
given amount of manganese and a given volume of solution 
it seems essential that the amount of ammonium chloride 
should reach a certain limit. According to our experience 
the proportion of ammonium chloride to the pyrophosphate 
should be at least 50 : 1 ; or, speaking approxinmtely, more 
than 200 molecules of ammonium chloride must be present in 
the liquid (100 cm' or 200 cm®) to every molecule of the 
ammonium manganese phosphate to be formed. However, 
the quantity of the ammonium salt may be increased almost 
to the point of saturation of the liquid without causing more 
than a trifling solubility of the ammonium manganese phos- 
phate in the presence of an excess of the precipitant. The 
statement of Fresenius and Munroe that ammonium manganese 
phosphate is soluble in ammonium chloride does not hold if 
there is an abundance of the soluble precipitating phosphate 
present. Further, our experience goes to show that the pre- 
cipitate may be washed with perfect safety with pure water as 
weU as witii slightly ammoniacal water, or with ammoniacal 
water containing ammonium nitrate, if the filtration is per- 
formed rapidly and the precipitate is gathered in small space, 
as is the case when the phosphate is collected on asbestos in 
a perforated crucible. The finely granular precipitate which 
may be obtained by slow action of dilute ammonia added 
gradually to the hot solution of the manganese salt apparently 
includes a portion of unconverted phosphate which resists the 
replacement of the manganese by ammonium. On the other 
hand, the precipitate of flocky condition thrown down in the 
cold passes easily to the silky and crystalline condition when 
heated with the proper amount of ammonium salt and pos- 
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sesses a constitution approaching the ideal under such condi- 
tions* The conversion of the flocky manganous phosphate is 
so rapid that the precipitation may be carried on safely in 
glass vessels* If the ammonium chloride in the solution were 
to be included in the precipitate it would volatilize entirely 
during the ignition, leaving no trace unless, possibly, a por- 
tion of its chlorine were to combine with the manganese. 
Tests for chlorine in the residue of pyrophosphate resulted 
negatively — no more than a mere trace being found in any 
case, so that the contaminating effect of the ammonium chlor- 
ide proves to be insignificant and the responsibility for the 
increase in weight above the theory must apparentiy rest with 
the included microcosmic salt. 

In the practical determination of manganese by the phos- 
phate method of Gibbs, therefore, we advocate strongly the 
presence of large amounts of ammonium chloride. Good 
results may be obtained by the method of precipitation origi- 
nally laid down by Gibbs, or by the modification proposed 
by Blair, if the ammonium salt is present in sufficient quantity. 
On the whole trustworthy results are obtained most easily and 
surely, according to our experience, by following the method 
of the experiments of Table V. The slightly acid solution, 
containing in a volume of 200 cm' (in platinum or glass) an 
amount of manganese not more than enough to make 0.4 grm. 
of the pyrophosphate, 20 grm. of ammoniiun chloride and 6 
to 10 cm' of a cold saturated solution of microcosmic salt, is 
precipitated in the cold by the careful addition of dilute 
ammonia in only slight excess. The mixture is heated until 
the precipitate becomes silky and crystalline, the whole is 
allowed to stand and cool a half hour, the precipitate is col- 
lected upon asbestos in a perforated platinum crucible, washed 
(best with slightiy ammoniacal water), dried at gentie heat 
and ignited as usuaL By this process determinations of the 
larger amounts of manganese — 0.4 grm. of the pyropliogpliate 
— approxunate rather more closely to the theoreticnl values 
than do those of the smaller amounts — 0.15 grm. In either 
case the average error should not exceed 0.0010 grm. in terms 
of manganese. 
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ON THE DETECTION OF SULPHIDES, SULPH- 
ATES, SULPHITES AND THIOSULPHATES IN 
THE PRESENCE OF EACH OTHER. 

Bt PHILIP E. BROWNING and ERNEST HOWE.* 

Some three years ago R. Gieig Smith f published a method 
for the detection of sulphates, sulphites and thiosulphates in 
the presence of each other, which promised much toward the 
solution of this most difficult problem. The method may best 
be described in the author's own language : To a solution of 
the salts of the above mentioned acids ^^bariimi chloride is 
added in excess, together with a good quantity of ammonium 
chloride, which, like many salts of anunonium, potsussium and 
calcium, acts as a flocculent or coagulant, and facilitates the 
filtration of the bariimi sulphate. Hydrochloric acid is next 
added, drop by drop, until it is evident that there is no further 
solution of barium sulphite and thiosulphate, and that only the 
sulphate remains undissolved; the solution is then filtered 
through a moistened double filter paper, which should be free 
from *pin holes.' The filtrate will probably be clear, but if 
not it should be returned to the filter for a second filtration. 
When too much thiosulphuric acid is present, the clear filtrate 
will visibly become clouded, or from being whitish will become 
more opaque; if this occurs the solution should be thrown 
out, and a fresh portion made more dilute. A solution of 
iodine is added to half of the filtrate until the color is of a 
permanent yellow tinge; a white precipitate indicates the 
presence of a sulphite which has been oxidized by the iodine 

« From Am. Jour. Sci., yi, 317. t Chem. News, Ixzii, 89. 
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to sulphate. In the absence of a decided precipitate traces of 
sulphite may easily be detected by comparing the treated and 
untreated halves of the filtrate — a procedure which very often 
saves a good deal of time, as it is unnecessary to wait until a 
clear filtrate is obtained. The two halves are mixed, and if 
the yellow color disappears more iodine is added, the solution 
filtered and the filtrate divided into two halves as before. 
With a slight turbidity filtration may be omitted. Bromine 
water is added to one of the halves when any thiosulphate in 
the original solution shows itself as a white precipitate of 
barium sulphate, readily seen on comparing the two test-tubes. 
The thiosulphate is by iodine converted to tetrathionate, which 
is oxidized by bromine water to sulphate." Three objections 
to this method as described will readily occur to the reader : 
first, the readiness with which the thiosulphate is decomposed 
by free hydrochloric acid; second, the comparatively large 
amount of acid necessary to effect the complete solution of the 
barium sidphite and thiosulphate when precipitated with the 
sulphate as compared with the amount required to prevent 
the precipitation ; thud, the lack of delicacy necessitated by a 
comparison of portions of a colored solution in looking for 
small precipitates. The work to be described was undertaken 
to overcome these difficulties and to test the accuracy of a 
modified method. Solutions of potassium sulphite and sodium 
thiosulphate were made approximately decinormal and stand- 
ardized in the usual maimer against an iodine solution of 
known value. It was foimd that by making a solution 
containing sulphates, sulphites, and thiosulphates very &intly 
acid, the sulphites and thiosulphates were held completely in 
solution when the barium sulphate was precipitated. The 
extreme sensitiveness of a thiosulphate to the decomposing 
action of free hydrochloric acid suggested the possible substi- 
tution of acetic acid to hold the sulphites and thiosulphates 
in solution. This being a weaker acid, we hoped to avcud the 
decomposition of the thiosulphate into sulphur and sulplivu ou3 
acid, or at least to delay the decomposing action. The results 
of these experiments appear in the following table : 
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TABLE L 



bp. 


TolUEDft 

tin* Of 
witer. 


HTdfo- 


Acetic 
add. 


^:£^^^ 


&««iilt. 






dropsy 


dnviL 


grm. 




(1) 


10 


2 


, . 


0.01 


No sulphur in 20 miDutet. 


<8) 


10 


2 


. . 


0.1 


Sulphur in 46 secondt. 


100 


8 


, , 


0.1 


Sulphur in 16 minutes. 


<4) 


10 






8 


0.01 


No sulphur in 20 minutes. 


u 


10 






8 


0.1 


Sulphur in 00 seconds. 


(6) 


100 






10 


0.1 


No sulphur in 20 minutes. 


(7) 


100 






10 


0.26 


Sulphur in 16 minuteA. 


<8 
{9 


100 






10 


0.5 


Sulphur in 60 seconds. 


100 






10 


LO 


Sulphur in 30 eeeonds. 



From these results it would seem that the decomposition of 
a thiosulphate is more rapid in presence of hydrochloric acid 
than in presence of a much larger amount of acetic acid. 

Our next experiments were directed toward a determination 
of the effect of adding stannous chloride to bleach the color 
of the free iodine and bromine used in the oxidation and of 
acidifying with acetic acid, before treating with barium 
chloride. That is to say, the process as we used it, consisted 
in acidifying the solution to be tested with acetic acid, adding 
barium chloride, filtering to remove precipitated sulphate 
(always present in the sulphite), adding iodine to the filtrate 
until the color was permanent, bleaching with stannous 
chloride, filtering off the sulphate which represents the sul- 
phite originally present, adding bromine in excess to the 
filtrate and again bleaching with stannous chloride to increase 
the visibility of the sulphate which now represents the 
thiosulphate originally present. The details of experiments 
in which the sulphite was taken alone and oxidized with 
iodine are given in Table 11. 

A corresponding series of experiments was made in which 
hydrochloric acid was substituted for acetic acid and essentially 
the same results were obtained. 

A similar series of experiments was made to test the effect 
of treating the thiosulphate in an acidified solution, first with 
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TABLE IL 



Mxp. 


352! 


YdkaoB 

of 
water. 


after (Hddation 
wtthiodina. 


Bemarka. 


(1) 

(2) 

U) 

(5) 


grm. 
0.1 
0.01 
0.001 
0.0006 
0.0001 


10 
10 
10 
10 
10 


Yexy abundant 

Abundant 

Distinct 

Fair. 

Faint 


Plainly visible before adding SnCla. 
Plainly Tisible before adding SnC].. 
More disUnct after adding SnCL. 
Hardly yisible before adding SnCl^ 
Inyisible before adding SnClt. 



iodine and then after filtration (if a precipitate had f onned) 
with bromine. In the experiments of division A hydrochloric 
acid (a few drops) was added before treating with barium 
chloride, and in those of division B acetic acid was used 
siniilarly. Stannous chloride was employed to bleach the 
excess of iodiae and bromine. 



TABLE m. 



Srp. 


'asf* 


Volume 
of water. 


Bft80«pn- 

olpitetod 
taraotton 
ofiodino. 


MtlOD 

ofbromlna. 


Bemsrki. 


1 


(1) 

it! 


gnu. 
0.1 
0.01 
0.001 
0.0006 
0.0001 


10 
10 
10 
10 
10 


DiBtinct 

Faint 

None. 

None. 

None. 


Abundant 
Abundant 
Distinct 
Faint 
Very faint 


Sulpbnr separated in 80 seconds. 
No sulphur in 90 seconds. 
No sulphur in several minutes. 
No sulphur ; 8nCls necessary. 
No sulphur; SnCit necessary. 


1 


(1) 

w 

ill 

(6) 


0.1 
0.01 

0.001 

0.0005 

0.0001 


10 
10 

10 
10 
10 


Faint 
None. 

None. 
None. 
None. 


Abundant. 
Abundant 

Distinct 
Faint 
Very faint 


No sulphur separated in 1 minute. 
No sulphur separated in seyeral 

minutes. 
No sulphur. 

No sulphur; SnClj necessary. 
No sulphur; SnCls necessary. 



From these experiments the ad-vantage of the use of acetic 
acid becomes apparent, as does also the use of stamious 
chloride in increasing the delicacy of this indication, so that a 
small fraction of a miUigram may easily be detected. 
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If lelatively large amounts of thiosulphate axe present 
with small amounts of sulphite, we have sometimes found it 
advantageous to manipulate so that even the slow decom- 
position of the thiosulphate by acetic acid may be avoided 
by first attempting precipitation with barium chloride in a 
dilute ammoniacal solution. By this method the barium 
sulphate and sulphite are separated from the thiosulphate 
and identified — the sulphate by its insolubility in dilute 
hydrochloric acid, and the sulphite by the action of iodine 
upon the acid filtrate from the barium sulphate. After 
filtering, the thiosulphate may be detected in the filtrate by 
the use of iodine and bromine as described above. Table IV 
gives some results by this treatment. 

TABLB IV. 



Bxp. 


*^' 


^^ 


Ba80«pro. 


Benuurkik 


P 

(6) 


grm. 
0.1 
0.01 
0.001 
0.0006 
0.0001 


None. 
None. 
None. 
None. 
None. 


Abundant 

Good. 

Fair. 

Faint 

None. 


SnCIs necessary. 
SnCls necessary. 



As will be seen, the test for the thiosulphate by this method 
of treatment is not so dehcate, probably on account of 
mechanical holding of the barium thiosulphate by the pre- 
cipitated sulphate and sulphite. 

Having determined the limits of accuracy of the method as 
applied to the sulphite and thiosulphate taJken separately, our 
next experiments were directed toward an investigation of the 
working of the method when these two acids are found 
together in solution. Sulphates, almost iavariably present 
with sulphites, are of course quite easily separated by filtration 
and treating with the barium salt in acid solution. Sulphides 
if present in the solution would seriously interfere with the 
working of this method if not removed, being readily oxidized 
by the iodine or bromine to sulphite, sulphate, or, should 



<^ 



^5a»». oBg to ti„,,r^« tomid m oomse 

WW^'SS^ !l.mlpl>»»''^ ^ese^' After the KmoTal 
W«,*^M»A»«^» trace c.^„ ««n>ri«d to itod on 

fft.'^^i°^°^.V>'»»««^t iM?^*»'^«»- On treating 
*^„r dx© V^-hite and tillO k- »« ^^ireic Smith «commend« 



/ *^«vasfflJ>^ A pves ^° ^„ +v^ ^ , liydrogen sulphide, but 

txArtXS)^ ..4ucteT of tms >*x xexnoval and recommends 

i^toty<^^^i xinc cUoM«. cadixiixun chloride, ammonium 

« Toix*^^ ^ aiinmoxua- ^^ narsre foiind that the addition of 

ahion^^ ^ to a iaintly aikaluxe Bolution accomplishes the 

^ijvc a^^ ae m «^ entiielysatisfactory manner. The sul- 

BortLO V^'^ oTix ^0* "^ treshly made by parsing hydrogen 

pbide t^s®^ ^gt a dil^it© soIvlUoh of sodium hydroxide. 

^pbid® !^BS oi tliis soluiiorL, stiU alkaline, were treated 

-^jyTieti "P® acetate ii^ excess, and. the zinc hydroxide and 

^tix ^^^ ^^^^ by filtratioxi, the filtrate gave no test for 

g^pbiAe ^ Q^ thioBtilpliate V>y the application of iodine 

eititex fi^P described, and tlie vapor evolved on boiling 

3^3, ^^^^'^^^aatkeniBg of lead paper. The following table 

catiseo- ^0 ^ ^j ^ j^^ experiments in which tests were 

skxcr^^ ^® aulpbite and thiosnlphate, after removing a con- 

'iXM^^ rmt of the stdpldde in the manner described, and 

^dexable ^^ acidifyin.g and adding barium chloride. 

of tJxe ®^P , ^ ^e Ixave modified it may be summarized as 

rj^e itt© ^^ Q -j^ gyjj^^ of the substance to be analyzed 

f ollo'ves : o ^^^ ^^ ^^ter or more, add sodium, potassium or 
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TABLE V. 







Ba804 praelplteted 




K,B(),tekeiL 


fira,B^,tekHL 


after ozidatioQ 


after oxidation 






with Iodine. 


withbiomlna. 


grm. 


gnn. 






0.1 


0.01 


AbaDdant 


Good. 


0.1 


0.001 


Abundant 


Distinct. 


0.01 


0.1 


Good. 


Abundant 


0.001 


0.1 


Faint. 


Abundant. 


0.001 


0.001 


Fair. 


Fair. 



ammoniuin hydroxide to distinct but faintly alkaline reaction. 
The solution should be neutral or alkaline rather than even 
fidntly acid, owing to the readiness with which sulphur 
separates. To the alkaline solution add zinc acetate in 
distinct excess and filter. The precipitate may be tested for 
hydrogen sulphide, on acidifying, in the usual manner. To 
the filtrate add acetic acid, a few drops in excess of the 
amount necessary to neutralize, and barium chloride, and filter 
through a double filter. To the filtrate add iodine until the 
solution takes on a permanent yellow tinge, and then bleach 
with stannous chloride, best after adding a few drops of 
hydrochloric acid to prevent the possible precipitation of a 
basic salt of tin. A precipitate at this point indicates the 
sulphite. Filter, add bromine water in faint excess to the 
filtrate, bleaching again with stannous chloride. A pre- 
cipitate on adding bromine indicates a thiosulphate originally 
present. 



XIX 

.T o^rt^ SEPARA.TION OF NICKEL AND 
COBAl>^ ^^ »YI>ROCHLORIC ACID. 
^^ :fkank:e stxjabt havbns. 

ATnr^ i^paa^tioix of nickel and cobalt by a process 
AQUAKTITAT^^^^ pubUshed from this laboratory for the 

BX^^ff^^ V IrrXXii^^^^^ ^^^ ^^^t i^ been put forward in a 

geparation otAi ^ j^ixierila,:!: The process may be described 

recent papej jy ^ TKe Ixydrous chlorides of nickel and 

briefly as ^?!^0'I> ^^^ dissolved in a little water and to the 

cobalt (0.8-^-^^^-|^O to 12 cmS of aqueous hydrochloric acid 

Bolution are add ^^sr^ ^ axid the whole, contained in a little 

and 10 csro? ^^ f^ -c^tti Tvater, and ice, is saturated with 

^jga^eT ^^^^^'^^VQtri^^ acia. The cobalt, which remains in 

gaaeoTiis M^^^ j^^^ off and the yellow insoluble nickel 

BoWtio^^ ^ A^^^ ^ pre^ously prepared solution of ether 

c\i\^onde'^^ - ^cK^l^oric acid gas at a low temperature. 

gatoiaJted^ '^^ AfeXi&trl^^^^^^ ^y tnown methods, preferably as 

fjYie t^*^^^^ ^ rrf^ia ^"uthoT claims very precise results for the 

^e sxilp^^' • aA\\0 experimental proof of his work. Previous 

pTOceaian^^^^^^j,^ oi this paper my experiments upon the 

^ tlie a-VP®^ rActol chloride in an ether-hydrochloric acid 

eoloVjQi^ ^ \i as tised in our process for lie separation of 

^utioB, su .^^^^ ^iiich is practically the same in proportions 

gXxiBoi^^^*^ ^ pineriia to effect precipitation, had shown that, 

^ ^liat tiBea v^^^^e is somewhat insoluble in such a mixture, 

^^e nict® jjjQolubility is not sufficient for a quantitative 

tiie degre® ^ ^^ ^^ appearance of Pinerua^s work I have 

# j^oi» ^ garens, Am. Jour. ScL, ii, 416. This volume, p. 20. 
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been over the ground again and have reached the same 
conclusions as before, as shown in the following experiments. 

When a solution of 0.02 grm. of nickel chloride (free from 
iron and cobalt) in 7 cm* of aqueous hydrochloric acid, was 
saturated with hydrochloric acid gas at a temperature of —2° 
C. (obtained by immersing the container in a mixture of ice 
and salt) no precipitation resulted. When, however, an equal 
volume of ether was added and the whole was again saturated 
with hydrochloric acid gas a yellow precipitate formed, while 
the supernatant liquid still remained of a deep green color. 
The solution was filtered quickly through asbestos in a filter 
crucible, and the clear filtrate after evaporation with sxdphuric 
acid was electrolyzed. The metallic deposit of 0.0020 grm. 
proved to be pure nickel ; for when dissolved in nitric acid it 
gave no test for iron with potassium sulphocyanide or ferro- 
cyanide, and neither the apple-green hydroxide nor the black 
sulphide, prepared by the usual methods, showed any trace of 
cobalt in the borax bead. It is obvious, therefore, that nickel 
chloride is not fully precipitated under these conditions and 
that the green color of the solution is due to nickel in solution 
and not to traces of iron, as Pineriut has supposed.* A second 
experiment similar to the first showed a solubility of the 
nickel chloride represented by 0.0018 grm. of metallic nickel. 
It is evident, then, that the solubility of nickel chloride in this 
mixture of aqueous hydrochloric acid and ether thoroughly 
saturated with hydrochloric acid gas is not far from an amount 
represented by 0.0020 grm. of metallic nickel for every 14 cm* 
of solution. 

Still another experiment, in which nickel chloride repre- 
senting 0.0020 grm. of metallic nickel was treated with 14 cm* 
of the ether-hydrochloric acid solution and the whole saturated 
for one hour at a low temperature with hydrochloric acid gas 
without precipitation, showed the same thing. 

When the nickel chloride remaining on the asbestos was 
washed with about 40 cm* of a mixture of equal parts ether and 
aqueous hydrochloric acid saturated with hydrochloric acid gas, 

• Loc. cit ' 
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the waahings evaporated with sulphuric aC5^^^ 7^^ freaferf by 
the battery gave a deposit of metallic nickel ^^bing 0,0027 
grm. — an amount proportionately less than i^t found in the 
filtrate proper. 

Although employing a mixture of aqueous hydrocblono acid 
and ether saturated with gaseous hydrochloric acid for the 
precipitation, PineriUi has advised the use of pure ether 
saturated with gaseous hydrochloric acid for the washing. In 
my experiments with such a mixture I find that in it the 
hydrous nickel chloride is practically insoluble and that 30 cm^ 
of the washings of the precipitated chloride with such a 
mixture gave no deposit of nickel by the battery. It seemed 
possible, therefore, that by reducing the water present to the 
lowest possible amount necessary to dissolve the chlorides to 
be treated the precipitation of the nickel might be made more 
complete. The experiments of the following table were made 
to put this idea to the test. 

Solutions of the pure chlorides of nickel and cobalt, carefully 
purified and freed from other metals and each other, were, 
after conversion to the form of the sulphate, standardized 
by the battery. Weighed portions of these solutions were 
taken in a small beaker, evaporated to diyness, the dry salts 
dissolved in as httle water as possible (about 1 cm^, 10 to 16 cm* 
of ether added, and the whole saturated with hydrochloric acid 
gas, the beaker being meanwhile immersed in nmning water 
and cooled to about 16° C. When saturation was complete 
the precipitated chloride was caught on asbestos in a filter 
crucible, washed thoroughly with a previously saturated 
solution of ether, dissolved in water, evaporated with sulphuric 
acid and determined as metallic nickel by the battery. The 
cobalt in the filtrate was recovered by evaporation and 
electrolysis in like manner. 

Exj)eriments (1), (2), and (8) of the accompanying table 
show that by this process the nickel is thrown down quantita- 
tively, and experiments (2) and (8) show that in the presence 
of a few milligrams of the cobalt salt the separation of a small 
amount of nickel is sharp. The residue of nickel in these 
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experiments gave no test for cobalt with the boiax bead. 
When^ however, the cobalt is present to the amount of a few 
centigrams as in (4), (6), and (6), the precipitated nickel 
chloride, which forms a hard mass, includes the cobalt salt so 
that even a large quantity of washing solution (100 cm® was 
used in experiment 6) cannot remove it. 





NIckal^k«i| 






OolMlt taken 






Xq». 


Mthe 
hydroui 
oUoride. 


NUdul 
fonnd. 


Xnor. 


Mthe 
hjditnifl 
ohloridA. 


OolMlft 

found. 


Bmr. 




gnn. 


gnn. 


grm. 


gnn. 


gnn. 


gnn. 


(1) 

(2) 


0.0068 


0.0066 


0.0002- 




, , 


, , 


0.0090 


0.0000 


0.0000 


0.0080 


. , 


, , 


(3) 


0.0090 


0.0091 


0.0001+ 


0.0123 


0.0127 


0.0004+ 


(^> 


0.0469 


0.0490 


0.0021+ 


0.0700 




, , 


(6) 


0.0468 


0.0603 


0.0035+ 


0.0700 


, , 


. , 


0.0472 


0.0493 


0.0021+ 


0.0700 


• • 





From the experiments described it is obvious that the pro- 
cess as proposed by Pineriia will not give a complete precipi- 
tation of the nickel chloride. Nickel chloride is, however, 
practically insoluble in pure ether saturated with hydrochloric 
acid gas and can be separated from small quantities of the solu- 
ble cobalt salt in that medium. In the presence of even a few 
centigrams of the cobalt chloride, however, the process is not 
practicable on account of the inclusion of the cobalt by the 
massive nickel chloride. It is possible that by repeated solu- 
tions and reprecipitations the nickel salt might be sufficiently 
freed from the cobalt, but the process must naturally be long 
and tedious. 
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THE ETHERS OF TOLUQUINONEOXIME AND 
THEHl BEARING ON THE SPACE ISOMER- 
ISM OF NITROGEN. 

Bt JOHN L. BRIDGE ahd WILLIAM CONGEB MORGAN .« 

In an article on the ethers of quinoneoxine (isonitrosophenol) 
published by one of ns,t it was stated, that when boiled with 
alcohol, the benzoyl ether of quinoneoxime dichloride gave 
gave two monochlor substitution-products. Naturally it was 
supposed that the chlorine atom occupied, in the one, an ortho 
position, and, in the other, a meta position to the radical 
NOR, the reaction being: 






sHCl 




■i 
hLJh 




. f 1 +2HC1. 


N 




N 


N 








B 



B 



It was also found that these same isomers were formed when 
monochlorquinone was treated with hydroxylamine hydro- 
chloride, and the sodiimi salt of the chlorquinoneoxime thus 
formed, treated with benzoyl chloride. 

The preceding explanation regarding the splitting off of 
hydrochloric acid from the dichloride is not in accord with re- 
sults of work done by Kehrmann,^ published in his article on 
the influence of radicals in the action of hydroxylamine on 

* From Am. Chem. Jour., xx, 761. 
t Add. Chem. (Liebig), cclzyii, 79. 
t Ber. Dtsch. chem. Ges., zzi, 3315; Jour, prakt Chem. [2], xl, 258b 
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quinones, in which he generalizes the results of his observa- 
tions in the statement that the presence of a radical attached 
to the ring so much lessens the replaceability of the quinone 
oxygen atom neighboring to the radical that the principal 
part if not the whole of the resulting product, is a meta-sub- 
stituted quinoneoxime. The work of his former article has 
been repeated by Kehrmann,* who finds the same isomeric 
benzoyl ethers of monochlorquinoneoxime ; but beheving 
that observations of their behavior indicate the substantiation 
of his rule, he states that both these ethers have the chlorine 
atom in the meta position to the oximido group, and attributes 
their difference to space isomerism of nitrogen, writing the re- 
action thus : 

iy^^a ^n^ ^nJy. 

/hL Jna hL Jh hL Jh 



[IJna hLJh 

TS RON 




fOR 
O 
R I. 11. 

Eehrmann designates the compound represented by symbol I. as 
" chlorquinonemetaantioxime ether " and IL as "chlorquinone- 
metasynoxime ether." The question as to whether the chlor- 
ine atom occupies the same position in both compounds coidd 
be definitely settled if ortho- and metachlorphenols could be 
changed to the corresponding chlorquinoneoximes or so-called 
isonitrosophenols. This transformation has, however, unfor- 
tunately not yet been accomplished, and repeated efforts to 
obtain the corresponding bromquinoneoximes have resulted 
in failure, orthobromphenol not being attacked by nitrous 
acid or amyl nitrite. 

The toluquinoneoximes, obtained by the action of nitrous 
acid on ortho- and metacresol, we have taken up for study as 
being the most closely analogous compounds in which the 
position of the side groups is definitely known, believing that 

* Ann. Chem. (Liebig), ccbudx, 27. 
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by an examination of these bodies, light vnB^y ^^^wn upon 
the nature of the others. 

When orthocresol is acted upon by nitrou^ ^H a toluqui- 
nonemetaoxine is formed according to the following leaction: 

H 

O 

+ HONO= +H,0- 

o 

H 

The metacresol f onns similarly a corresponding orthooxime ; 

H 

O O 

+ HONO= +H,a 

hLJch, hIs^Jch, 

H N 


H 

The benzoyl ethers of the toluquinoneoximes prove to be 
exceedingly well fitted to characterize these bodies since 
they are formed from the oximes in quantitative proportions, 
are easily crystallized, and readily distinguished from etich 
other. 

The benzoyl ether of toluquinoneorthooxime protluced 
from metacresol, crystallizes in light brownish-yellow crystals 
melting at 177^ C. and appearing under the microscope as 
long rectangular blades, suggesting the orthorhombic system. 
The benzoyl ether of toluquinonemetaoxime produced from 
orthocresol is obtained in the form of yellow crystals wiiich 
begin to soften at about 160** and do not melt entirely 
until at about 190®. Subjected to fractional crystallization, 
a portion of the metaoxime is readily obtained consisting of 
branching needle-like crystals, melting at 198° C. These, as 
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ttf^ ^^^^ *J»<^tions, can be readily distinguished 

VS. ^^ ^^^^ ^y tiieix less regular appearance under 

^^'^'^^'^^.^^ ^^ tiieir crystal habit, tendbig to produce 

"^^X'vs^^- ^^^^^^^ ^^ ^^« form and habit of the crystals 

t^iftm^^'^ e*^^T^ ^* ^^ ortho- and metatoluqumone 

oi ^3aft X^coa-^v- ^^;>BSvb\€^ to study carefully the product of the 



o^^a^K^a^^^^^^^ on hydroxylamine. Goldschmidt and 
^^^•^* 'Viov^ »\io^^T^ ^at the principal product of this reao- 
taon ia tolaquinonemetaoxime. This they demonstrated by 
oxidizing to a dinitro compound; but as some of the theo- 
retically possible nitro-derivatives of the cresols are not 
known, this method can scarcely be considered to prove con- 
clusively the absence of toluquinoneorthooxime. We have, 
therefore, studied further the product of the action of hydroxyl- 
amine on toluquinone by the aid of the benzoyl ethers. When 
the sodium salt of the oxime thus formed was treated in alco- 
holic solution with benzoyl chloride, and the benzoyl ether 
obtained was subjected to fractional crystallization, not a 
trace of the orthooxime ether, crystallizing in blades and 
melting at 177®, was found. This proves that when tolu- 
quinone is treated with hydroxylamine the whole of the re- 
sulting product is toluquinonemetaoxime. The inference is 
plain that Kehrmann's rule concerning the influence of side- 
chains, attached to the ring in quinones, upon the entering 
oximido radical is quantitatively true in this case ; and similar 
indications furnished by the corresponding methyl ethers, as 
wiU appear later, strengthen this conclusion. 

As has been previously shown, the benzoyl ether of the 
metaoxime does not consist of a single compound, but is a 
mixture. The body melting at lOS"* is readily separated in 
considerable quantities, while the remainder consists of a 
very intimate mixture of this body with one of much lower 
melting-point, separated, if it can be separated at all, only 
with the greatest difficulty. By concentration of the mother- 
liquor from which the high-melting fractions have been 

• Ber. IHsch. chem. Qes., xrii, 2003. 
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^^^^fuUy crjrstalii.- *„ 
obtained, aaO- ^, completely TJ^^^' ™c(aons may be separated 
melting alio^^^D ISO** ana j ^fP^™*'^^' varying with the 
fraction, bet^ ffafi^on into t»r^ • ' ^^P^ated ciystallizations 
separated ^^^j^Uj higher ^'^^'^ °'®^^&' «^ ^^e one hand, 
always consi<^ ^^ oxoii^r **° *''® °*^«'" ^°d, often 

somewhat l^^^^d be isowS^^ ^'^ **«^*« ^7 of low 
melting-point ^^^ seemea +1. '"*'®' ^^owever, a nearly 
complete ^V^^^g bet^v*.!^ ^^'^ ^"^ °b*»^«J- Thus, 
from ^^orn^^ once "^^^^ 140° ^ 150°. a few short, 

crystals ^«" ^^ xnelt^?^'^^ *«' » combustion, but an 

analysis of a fi»c^ ^peitlioi^^^^°'* completely at UV gave 

figures which ^^^''^^ositioi ^ *^* *^ P«^on had the 

same percentage ^/''^yoat.o^ *®.*'*® ^^ '°«^*^g »* 193°. If 

we are to regard ?*^^iaer ^>f1. "f .t^* °^**^«<* ^ ^ °»i^"™ 

of two ethers, and '^^^e^'^^* 15-144° is tie melting-point 

of the low ^y^ ^^^^^S^* *« *J^« °»«lti"g of fractions 

belovr 142» on tixe ^^^^^ that mixtures may have a lower 

ine\ting-?ob.t tiaaJ>- ^^^.^ _**^ <*« component substances. 

poTdons oi ^^^''^^ 3^^; P- orthocresol, purchased at 
A;«^T«nlt ^sxneft. »» T[^T,r^ "°™ toluquinone melting at 67- 

%7^en^e »Vvet^ ^ait of toluquinonemetaoxime acts upon 

JSl Vo^^«' ^^! ^l!*^°* ^ ^«^«' ^«t » single eL 
b^ a nnxt^re ol ethers softening at 55° and not melting 

cotniAetely ^^°^ ^" • ^™'° '* * ^^y °»elting at 73°-74° 
TX ea^y ^ eepa^ted, but no other compound of definite 
r!p\tine-^i«^ °^ different crystal form could be obtained. 

The acetyl compound of toluquinonemetaoxime presents 
Phenomena ^^J"^ ^^°«« ""L^^^ benzoyl ethers, but in 
tier mote marked degree The product, as first obtained 
Kv the action of acetyl chlonde on the silver salt of the 
oiime, or by ^f a^jdride on the oxime itself, begins to 
^n at 90" »"^ " ** completely at 110°. Upon the first 
^gtiUia'tion a distmction in crystal form appears, and a 
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second crystallization of the separated portions gave short, 
thick prisms melting at 112^-113°, and some smaller, spheri- 
cally grouped crystals, melting at 85° -87**. The extreme 
difficulty of preparing the acetyl compoimd prevented further 
investigation. 

In like manner, the benzoyl ether of monobromtoluquinone- 
metaoxime seems to be a mixture of isomeric bodies. Thus, it 
was found possible to add two atoms of bromine to the ethers 
of toluquinoneoxime forming colorless dibromides correspond- 
ing to the dibrom addition-products of quinoneoxime, and 
these dibromides, when boiled with dilute alcohol, split off 
hydrobromic acid with the formation of colored monobrom 
substitution-products. The benzoyl ether of monobromtolu- 
quinonemetaoxime thus formed shows a variation in melting- 
point similar to that of the ethers previously discussed. 

The foregoing facts speak in favor of Kehrmann's theory of 
space isomerism in the oximes so far as the metaoximes are 
concerned. On the other hand, there is no evidence to show the 
presence of isomers in the ethers of toluquinoneorthooxime : 
the methyl, acetyl, and benzoyl ethers all act as simple 
substances, each product melting completely at a definite 
temperature. It is difficult to imderstand why isomerism 
should be so much more evident in the ethers of toluquinone- 
metaoxime than in the ethers of the orthooximes, unless, 
possibly, the closer proximity of the side-chain to the 
oximido-group prevents the formation of a space isomer. 
There is, however, a remote possibility that isomeric bodies 
may exist, so similar in properties that tiiey cannot be detected 
by the ordinary methods. 

EXPEBIMENTAL PABT. 

Preparation of the Oximes and their Salts. 

The toluquinoncn, ortho-, and metaoximes used in the 
experiments to be described were made in the following 
manner: To a solution of 10 grams of cresol and 8 grams of 
potassium nitrite in 900 cm' of water, a solution of 6 grams 
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j^ s^ll^iixlo aoid in 100 cin« of water was added 
of coBcetii^^ons durxiig the course of half an hour, care 
ii, small P^^ft* ^^ ^rfginal solutions should be between 6° 
Ijeijig taket^ ^^t ^^^is teixxperature be maintained during the 
and 10% ^^0j-ly ^ ^* "^^^^^ oxime separates out on standing 
inixii«- -^ fax ^^® ^ ti^^o hours, and after filtering and 
in ic^^**®.^ ^00-^^^ CMi* of ice-water, the amount of oxime 
washing ^ ^^t^^*^ **^^ filtered solution with ether is so 
obtained oy jnay *^ /disregarded. The substances were 

sn^ h di^^^'^'''^'^ - *^ *^ saturated solution of sodium 
purified by £ltexins ixitio aUute sulphuric acid, cooled with 
^^^^^8t^^ ** is eeixeraUy ready for use, but if further 
ice. At wns je^i^^"^ » ^^ Dxay be accomplished by dissolving 
purification ^^ ^^ a^d slxatdng with ammal charcoal. Upon 
the oxime in e ^^pc^xating, the oxime crystallizes in long, 
filtering and e ^^^dles. The yield is large in both cases, 

slightly ^^^^^^^:^i^^^ "beiiig nearly theoretical. As given by 
^toftheortbc>^^-j^^^^y^^^j^^ ^^^^ ^^ ^g^o q Toluquin- 

Beastem, ^^^^^^^ 155^ C. ; Beilstein gives 146^-150^ 

oue-o-o^^^ ^^ ^^ tilio metaoxime was made in the following 

1^6 »Wet ^^ ^± tioliiqiiinone^ww)xime were dissolved in 

ijjajixifif. & ^^^^^\j^^ hydroxide, a little less than the quantity 

a 8oVo*io^ ^^ ^^<tt^ ^^ sodium salt, and this solution was 



c«lo\ito'^ ^tivCsO ot^^ ^* ^water containing IJ times the calcu- 

fiW/gto9^ '^^ t 0iV^^^ nitrate. The precipitate comes down 

\ait/ed e5»^^^ Vajdt^o''^® condition, but goes over into a granular 

^a^o^^'^^rt xo 50** in a water-bath. When dissolved in 

iotitt otv ^^^;^\e amount of warm dilute ammonia, and the 

^© \eaft^ V^ ipitated with hydrochloric acid, 

goVaUo ^^^ substance, dried over HtSO^, gave 0.0590 

0.1006 gi*^ 

^g 44.23 44.14 

is light reddish-brown when first formed, but 
The ^00 standing or heating. It decomposes when 
ttirxis ^ .^qo j^nc^ when thoroughly dry, is spontaneously 
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inflammable at a temperature above SO"". It is a rather nn- 
stable body and cannot be kept long when at all impure. 

The silver salt of toluquinone-o-oxime was made in the 
manner described for the preparation of the silver salt of 
the meta form. The salt falls in the cold as reddish-brown 
crystals, tending to darken when exposed to light or heat 

0.2660 gram, dried over HjSO*, gave 0.1498 gram AgCl. 

Calculated for v^^.^ 

CTHeN0,Ag. '^""^ 

Ag 44.23 44.06 

Although very similar in all its properties to the silver salt 
of toluquinone-m-oxime, this salt is like all the ethers of the 
ortho form, much more stable than its corresponding meta 
isomer. 

Toluquinone-m-oxime Methyl Ether. 

From o-OreBoL — Of the silver salt of toluquinone-m-oxime, 
2 or 3 grams were suspended in 10-16 cm* of ligroin and 
twice the calculated quantity of methyl iodide added. After 
standing for an hour with frequent shaking, the liquid was 
filtered off and the residue extracted with a little hot Ugroin. 
The united ligroin solutions were allowed to evaporate spon- 
taneously, and the methyl ether came out in large, dark- 
yellow, hexagonal prisms. A little more may be obtained by 
allowing the residue to stand for a week with methyl iodide. 
Tlie yield in any case is small, the best results apparently 
being obtained by using not more than 2 or 3 grams of the 
silver salt at one time. After purifying with animal charcoal 
and recrystallizing from ligroin, the product obtained softens 
at 65° yet does not melt completely below 70°. Portions 
melting at 78°-74° C. were separated by fractional crystaUi- 
zation, and, on analysis, 

0.1101 gram of this body, dried over H,S04, gave 0.2582 gram 
COa and 0.0599 gram HjO. 

0.0881 gram of the substance gave 7.1 cm* N at 15° C. and 
772 mm. pressure. 



.^^ 
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C.H.iJBfo^ 


Pound. 


c 


63.63 


63.96 


^ 


6.00 


6.06 


c 


9.29 


9.59 



fx-a/Ctions wei^ often obtained melting from 55^- 

Althougti ^ ^^xXi^oMT^^ of very definite melting-point could 

60% no o^e ^j^^ metliyl etlier is very soluble in aU organic 

be separat^- ^^ jigroin it; is much more soluble than in cold, 

reagents;^ ^^gtallizes ixx small bright-yellow prisms. 

^ni whija ^ ^4n(^^' '^^ » solution of 2 grams of tolu- 

-^^^^ flS^ ^^^ ^* ^?VTater, the calculated amount of 

quinone in » jjyclroclxLorid.e was added. Yellow crystals 

me^oxjlsjome^^^^ in t-ho course of two hours, and at the 

jjegan to precip ^^^^ the x^action was completed. The liquid 

end of twelve ^ ^xtaracted. with ether, which, upon evapo- 

^as filteied off ^^^ a yellow crystalline mass. The two 

lation, left ^^^X^^^^ a-rtd. xecrystallized from ligroin. The 

portions nv^^ ^^^o^^ >>eing 76 per cent of the theory. Even 

yield ^^ "^^^ ^. ctcO^^^ 'wi.-tlr animal charcoal and recrystallizing 

jj{tet\>0Tl^^7^ ^^>1c>stance acts like a mixture, softening at 

ge-^ia^^^^. ^t> ''^O**- A portion, less soluble than any 

ggo ^d meU^^ ^e^'^^^^^ ^^^oh melted at 73°-74° C. and 

o^ei^ '''^ e^^j ^^ respects with the methyl ether obtained 

-^as iA»^^^ . - e^y^ o^ toluquinone-m-oxime made from 

o^tesoV Aried over HaS04, gave 0J2962 gram CO, and 

0.1263 g^^o. 
0.0612 g^^^ gj^ve 25 cm* N at 16° C. and 772 mm. pressure. 
'03952 8^^ CgnOjggJa, ^_^ 

^ 63.53 63.96 

!^ 6.00 6.91 

^ 9.29 10.00 

2r^;^i9i<m67ii«faoa:zme Acetyl Ether. 
1, t can be made in two ways : By adding the cal- 
This ount of acetyl chloride, drop by drop, to 2-8 
CTjlftted 
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It suspended in 15-20 cm' of ligroin or 
cool by ice-water, evaporating at once, 
)sidue with hot ligroin; or by heating 
ime on the water-bath for an hour with 
c anhydride, adding cold water, filtering 
Lch separates, and extracting it with hot 
y either method is extremely poor, and 
Eying by boiling with animal charcoal, 
sisted of a few small crystals. By frac- 
two portions were separated, the less 
thick irregular prisms melting at 112^- 
smaller fraction of minute, spherically 
citing at 85° -87°. In analyzing the 
ractioned : 

over HaS04, gave 0.2090 gram CO. and 



B 


cm* N at 16° 


C. and 760 mm 




Oalenlirted lor 
OAN<V 


VuIUmL 




60.30 


69.91 




6.06 


6.18 




7.84 


8.01 



\ very soluble in alcohol and ether, much 
try little soluble in water. 

wne^nH>xime Bemoyl Ether. 

"his ether can be made from the silver salt 
3 ether, or, better, from the sodium salt 
Slightly less than the amount of 
form a sodium oxime is dissolved in 100 
Trams of the oxime added, and into the 
tly more than the theoretical quantity of 
ropped slowly, the solution being kept 
ther begins to separate immediately, and 
\A the alcohol can be filtered off and 
U9 little of the substance. After boiling 
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mAcidosA^ ^^Umal charcoal, when the solution is submitted 
to trafi'^oT^ ^^^^lization, three-fourths of the crude product 
can be lea^^ ^parated in the form of bright-yellow needles 
melting at ^^ • Upon concentrating the mother-liquor to 
a small voVoJi^^ and cooling, nearly the theoretical quantity of 
the benzoyl ether can be recovered. Nothing further was 
ever obtained save a few flakes of benzoic acid formed by the 
saponifying action of hydrochloric acid, produced by the 
slight excess of benzoyl chloride acting on alcohol. When 
the portion obtained upon concentration was repeatedly 
fractioned, it could be separated into portions melting approxi- 
mately at 198°, and others melting almost completely from as 
low as 185° to 155°. There seemed to be a tendency, however, 
for these lower fractions to liquefy at 142° -144°, and once, 
from an alcoholic solution of a fraction melting at 140°-150°, 
that evaporated at ordinary temperature, short, thick, prismatic 
crystals separated from the curved needles of the higher 
melting (198®) fraction. These few prisms melted at 144° 
without decomposition. An analysis of the body liquefying 
at 198® C. gave the following figures: 

0.2277 gram, dried over HjSO*, gave 0.5786 gram CO, and 
0.0946 gram H^O. 
0.2001 gram gave 10 cm« N at 16° C. and 760 mm. pressure. 

CmHuHOj. 

C 69.68 69.30 

H 4.60 4.61 

N 5.82 6.86 

An analysis of a fraction melting from 145°-165° gave 
these percentages: 

0.1421 gram, dried over HaSO*, gave 0.3636 gram CO, and 
0.0666 gram H^O. 

0.6726 gram gave 34.1 cm« N at 16° C. and 770 mm. pressure. 

CmHuNOt '""^ 

C 69.68 69.74 

H 4.60 443 

N 6.82 6.02 
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^ :^^ JX^ ^^ XLoti at all soluble in water or ligroin, is 
^ ^^ ^ cold, aicoliol, but dissolves readily in ether, 

^s^^\^^^^^^ ^ w^^ial cu3etic ^id. The low-melting body 



\ 



\ 



ga'^^^^^ ^^ ,^3^ ^ ^^^xxble in alcohol than its higher-melting 

''^^ti'^''^ ^sv^^^^ertfcTitkis of the total product appeared to 

^^^<et^\s^'» ^^ v\5^^ ^ 198** , the small proportion of the low- 

\je AeaftX^'^ ^^ 3, ta^y account partially for the idea that the 

^^\.:m^^o^^^^^le. 

latter la ^^^^Q^^^aon^- — Th© oxime was made according to the 
fKod oi Goldscbinidt and Schmidt,* by treating toluquinone 
ui aqueous solution with an excess of hydroxylamine hydro- 
chloride, extracting with ether, and purifymg with animal 
charcoal. From the sodium salt of the oxime thus formed 
the benzoyl ether was made in the manner previously described. 
The product is identical with the benzoyl ether made from 
o-cresol. The body melting at 193° C. was readily isolated 
and analyzed: 

0.1002 gram, dried over H2SO4, gave 0.2565 gram CO, and 
0.0452 gram HjO. 

0.3681 gram gave 17.8 cm* N at 15° C. and 760 mm. pressure. 



\ 





Cilenlated f or 


Found. 


c 


69.68 


69.81 


H 


4.60 


6.01 


N 


5.82 


6.77 



By fractional crystallization, low-melting portions were 
separated, exactly as in the case of the benzoyl ether made 
from o-cresol, except that some fractions were obtained melt- 
ing partially as low as 129°. In order to be certain that 
benzoic acid (m. p., 120° C.) was not unduly lowering these 
melting-points, these fractions were boiled with water and 
filtered hot. The filtrate was not acid to litmus and contained 
only a trace of organic matter. The ethers, when dried, gave 
the same melting-point as before boiling with water, and, 
upon recrystallizing from a little alcohol, did not exhibit any 

• Ber. Dtsch. chem. Gee., xrii, 2063. 
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^^^<«^®T'*'®' *^e benzoyl ether obtained by the 
change. \a,^ ^^^^ v!? ^ ''^ Per ce^*- of <^e theoretical 
uBUfll meW* i,^J>*^y^J**^^^<i« ^was used, gave fractions begin- 
quantity oi ^fc liSa . Obviously benzoic acid could not be 
»^ ^ .^0^ instances. 

piesent m ^oO****^^^ ^'^^Poration of the alcohoUc solution 
By slow, B*^^uefyix« at l4:O°-160% a few crystals melting 
°* "^^^iiar ^ ^""^ obtained in the same manner from 
at 142 ; «'^'"^^e from o-cresol, separated from the body 
the oxune ^^^^ Since tHer© was not enough of this com- 
melting »« j^ustaon, atx analysis was made of a fraction 

pound for a c ^^h tb© following results : 

melting »t 137 e 

, „ dri«^ over H^O^, gave 0.2901 gram CO, and 
0.1131 gram, «* 

0.0480 giam H,0- c^«..^,„ ^^ 

69-68 69.96 

^ 4.60 472 

-f^r^^IVLOTitly obtained melting at about 177° 

■pxac^oBS ^ , ^0 ^ttexnpts were repeatedly made to isolate 

C.1 ^"^ ^^ ^ViO V^^^^^^- None was ever detected under the 

aom© ^^ ^^ ^ V\ot>^^ crystallization always separated such 

\eBSi ^^ ^'x^^^^ in^to the body melting at 190"*, and a 

poT^ioT^ ^f^^^^Vt^^S xniich lower. 

gQye2[V ^^^^^^^w.^^oy^ ether will decompose into a dark-brown 

SVuce ^^ ^voVutioii of brown fumes of nitrogen oxides 

UqmflL^^ «too^e 160^, it is only by rapidly heating that 

^\mso^ ^^^7T obB©^®^ ^^ * melting-point. This applies also 

\^y caxi •niixe addition-products of the benzoates of both 

^e oxtlxo- a^ 

p.j^^,^toZM9ttinone-7n-oa;i?n6 Benzoyl Ether. 

qyI ether was dissolved in chloroform and cooled 

The be j^^cal quantity of bromine was added in small 

^liil© ^^ ptj^-^ standing for an hour, the chloroform was 

pQttioBS' ^jitaneously, and the light-brown residue re- 

evapota^ ^ 
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crystallized from glacial acetic acid. It can also be purified , 

by dissolving in fuming nitric acid and pouring into i^ater. 
On analysis: 



0.1437 gram, dried over H9SO4, gave 0.2176 gram COa and 
0.0339 gram H,0. 
0.1215 gram gave 0.1140 gram AgBr. 





0„HuBr.N(V 


Toond. 





41.90 


41.30 


H 


2.76 


2.62 


Br 


39.87 


39.93 



The dibromide is insoluble in water, somewhat soluble in 
cold alcohol, and readily dissolves in chloroform and glacial 
acetic acid, from which it crystallizes in white prisms melting 
at 165^ C. with decompositioiL 

32bno6romto2u^tn(>ne-^7Mmme Benzoyl Ether. 

When the dibromide is boiled with alcohol hydrobromic 
acid splits off, two hours being required to complete the 
process, during which little or no saponification takes place. 
After recrystallizing from alcohol, a mixture of monobrom 
compounds is obtained, melting from 155^-170^ A portion 
melting with decomposition at 174^ C, was separated and 
analyzed: 

0.1208 gram, dried over H9SO4, gave 0.2319 gram CO, and 
0.0345 gram 1^0. 

0.0735 gram gave 0.0426 gram AgBr. 

Calculated for w^.^ 

CAoBrKO.. '«™- 

C 52.49 52.36 

H 3.15 3.17 

Br 2498 24.63 

It is very similar in its properties to toluquinone-m-oxime 
benzoyl ether, crystallizing from alcohol in bright-yelloi^v 
needles. 
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TohAquinonerO-oxime Methyl Ether. 

The methyl ether of toluquinone-o-oxime was made from 
the sUyer salt and methyl iodide in the same manner as its 
meta isomer, the yield being somewhat better. Once reciysi- 
tallized from ligroin: 

0.1247 gram of the ether, dried over HsSOi, gave 0.2931 gram 
CO, and 0.0675 gram HjO. 
0.3484 gram gave 27 cm* N at 15^ C. and 772 mm. pressure. 





(taleulated tor 


'WtnmA 




CANOr 


'^ouna* 


c 


63.63 


64.10 


H 


6.00 


6.01 


N 


9.29 


9.22 



Its properties are ahnost identical with the methyl ether 
of the meta form. It crystallizes from ligroin in long yellow 
needles, every portion of which, obtained by fractional crys- 
tallization, melts at 69° C, 

Dibramtoltiquinane-ihoxime Methyl Ether. 

The methyl ether was dissolved in chloroform, cooled, and 
the calculated quantity of bromine added. The reaction is 
completed in twenty minutes, and, on evaporation of the 
chloroform, the dibromide is left behind as a dirty white 
mass. Once recrystallized from Ugroin, the substance is 
ready for analysis: 

0.1690 gram, dried over H^04, gave 0.1877 gram CO, and 
0.0456 gram H,0. 
0.0744 gram gave 0.0909 gram AgBr. 

Found. 

30.29 

3.00 

62.00 

It is insoluble in water but quite soluble in most organic 
reagents. From Ugroin it crystallizes in white prisms, melt- 
ing at 112° C. 









OABr,NO,. 


c 


30.87 


H 


2.92 


Br 


61.41 



t 
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Toluqumane-o-oxime Acetyl Ether. 

This ether was made by Wurster and Riedel * from tolu- 
quiiione-<H)xime and acetic anhydride. It can be prepared 
also from the silver salt and acetyl chloride, the yield being 
very poor, only a trifle better than its meta isomer, which 
it closely resembles in its properties. 

0.1194 gram, dried over H^SO^ gave 0.2666 gram CO, and 
0.0545 gram H,0. 

0.2389 gram gave 16 cm* K at 15^ C. and 760 mm. pressure. 





CAKO, 


Foimd. 


c 


60^ 


60.89 


H 


5.06 


6.07 


N 


7.84 


7.36 



From ligroin it crystallizes in irregular yellow prisms, 
melting at 92° C. 

Toluqu%no7ie^(H>xime Benzoyl Ether. 

This ether was made in alcohol solution from the sodium 
salt in the manner already described for the benzoyl ether of 
the meta form. The yield is practically theoretical^ and, 
after one recrystallization from alcohol, the product is ready 
for analysis. 

0.1589 gram, dried over HtSOi, gave 0.4074 gram CO, and 
0.0686 gram H,0. 

0.5101 gram gave 26.1 cm* N at 15° C. and 7.66 mm. pressure. 

Found. 

69.92 
4.80 
6.04 

Although submitted to the most careful fractional crystal- 
lization, every particle obtained melted sharply at 177° C, 
with slight decomposition. From alcohol it crystallizes in 
light, brownish-yellow blades, which have aU the properties 

• Ber. Dtsch. chem. Ges., zii, 1709. 
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^ ^ftTEietao^f ^e^g^^te- ^'^cept that it is a little more 



J^"^^^^ waa**^^"*^**** ^e^>»oyl Ether. 
Jlia Vnioy^ "^ solution, aj-»^^^ chloroform, bromine 
<«if«i ^to *® -c »^^^ * ^^^O. the product recrystallized 

0SV.\1 g**"^ 'T * • *^'® ^-3208 gram CO, and 

O.l-O03 8«^«* c,-ga«^,™- 

^V^ 41.44 

^ o?-*^® 2.97 

Bx Sa.8T 39.21 

-, •« VjisoWble ia ^gK>«^ ana 'water and but Uttle soluble in 

S «teo\xol. ^^Minng mtric acid dissolves it leadfly, and 

**** die sbVti^o^ it la pxecipitated unchanged by water. It 

*^^aliize8 iio^ 8^^ aceUc acid in short, thick, ortho- 

*^^^^^piiBins melting at 159° C. with decomposition. 
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XXI 

THE APPLICATION OF IODINE IN THE 
ANALYSIS OF ALKALIES AND ACIDS. 

It CLAUDE F. WALKEB axd DAVID H. M. GULiLESFIE* 

) well known that when a free mineral acid is added to a 
ral mixture of metallic iodate and iodide, the iodate is 
ced and iodine is liberated according to the equation : 

EIO, + SRI + 3H,S04 = 31, + 3R.SO4 + 3H,0. 

reaction is complete and non-reversible under the 
itions of analysis, and it may therefore be applied to the 
lation of amounts of iodate, iodide or mineral acid present 
1 unknown solution. A solution of iodate to be analyzed 
lixed with an excess of iodide and mineral acid, the 
[ting free iodine estimated by directly titrating with 
im thiosulphate or arsenious acid, and one-sixth of the 
int found taken as equivalent to the iodate originally 
3nt.t Similarly, a solution of iodide to be analyzed is 
d with an excess of iodate and mineral acid, the resulting 
iodine estimated by directly titrating in alkaline solution 

arsenious acid, and five-sixths of its amount taken as 
valent to the iodide originally present4 A solution of 
)ral acid to be analyzed is mixed with an excess of iodate 
iodide, the resulting free iodine estimated by directly 
ting with sodium thiosulphate, and its entire amount 
n as equivalent to the amount of mineral acid originally 
3nt.§ Groger has applied the last mentioned method to 

From Am. Jour. Sci., vi, 456. 

Rammelsberg, Fogg. Ann., czxzr, 493; Walker, Am. Jour. ScL, ir, 236. 

rolume, p. 62. 

Sooch and Walker, Am. Jour. Sci., ill, 203. This Tolume, p. 83. 

Kjeldahl, Zeitschr. anal. Chem., zxii, 366 ; Fnrry, Am. Chem. Jour., ri, 

Groger, Zeitachr. angew. Chem., 1894, 52. 
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"^f/^^^o ^^^'^^^''^S^ ^^'^^ »°d has obtained 

^flpf^ ^^«5ge^ ^^ ,^o«ied by the use of 

^S^^?^"^^^^ «^? ^^ indirectly analyzed 

"^^^ *** * ^^sts^ <*arbonate8 by adding the 

*^ A^dJ^ ^y **^e a.lv^^^ volume of mineral acid, 

m-^^'i *^oi <^ '"'^^J^aa.^'^-^ '"^**'°^ ""^ estimating 

Lfliz^c**^oA. '^® Ottl^?:^<i that finaUy remains by 

^jocfiss ^B8 ^ r: fiuel reaction v^ conditions present the 

,lftO»Tilp\ia*» » cott^iioxis Rl^T^ ^y * peculiar back-play 
of coloi due tt> a c -«» sio^ liberation of iodine in the 

^^STen a «>^^^**'';!j'Y?t**^« hydroxide is acted on by 

.T-«« at ft tetttpewt^ lugtx enough to decompose the small 

^^^\i ol YxlPOioait«8 ^a.t BQight otherwise be present, 

f °fe«il action tesolte m til© formation of an exactly neutral 

^^^ oi ioaate oM lodid©, according to the equation : 

6B.0B. + 31, = "RIO, + 6EI + 3H,0. 

Phelps* baa abo^"^ ^^* ^ *lie case of barium hydroxide at 

tlos reaction ia legulai and complete under the conditions 

^* nalvMS, ami is indepeudent of the excess of iodine which 

^ ains in ^® neutral mixture unacted upon and may be 

^timated by ^^lectiy tattating with arsenious acid. Phelps 

** t nlv applies this principle of action to the standardization 

of solutions of barium bydioxide by boiling with an excess of 

•^' in a trapped flask, but also bases thereon a differential 

^**^od for deteimiiung carbon-dioxide, in which the Uberated 

!^ is run into a measured amount of barium hydroxide, the 

& excess of which is estimated by treating witii iodinein 

STpresence of tiie precipitated tenumcartonate. The good 

ie^it obtained by Pbelps ^^ banum hydroxide suggested 

I^rtK« attempt be made to analpe alkali hydroxides, and 

G^r! based on tiie direct treatinent of tiiese compounds 
• Am.Jonr.8cl,a,70. Volume I, p. 889. 



iodate and iodide Jf ^ contained 

.HberatediSS^^rteT'^.r^^^ 
lount found bewT^ T*^ *^«ni 

ligation was undAnf«u 

'^^ o« the one^anT^^" °' «»« 

tydioxide and ^n^'*','*"^ barium 

•ound that the ^^ '^^°»*« °^ the 

^tix^ly depend!^ ."^ *« ««« of 

•^ that nuJce ite aSl'*^ ^o'^Pletion 

°edme of Phelps WT>. ^droxides 

convenient and sp^v^^.""**^** ^«^ 
'^ti* cases a«S^v^*«*^°- The 

red by both the «aS ''*'°«*«»^t 




lasameans 



, s*. -wr^VV affect tlx© ^,ra.i^ 

(jjpoged. Wha^ ^^^TTEoiJ^^S the ^i^Is^l^^ ****^®™®*^*^ 

of flccnately A^ ^^^ -^-olmne of solv. *-s *^ amount of hydroxide 
present in a gi^'^* .^ofEetentaal ixietlv^^**' ^* cannot so affect the 
accmej of aiO^ ^^_ it» ^odificataon^**^ f oxmded on the original 
Phelps piocess *^-^^»» '^ ^'^ case o* l^his is demonstrated by 

tfifl work of P^^*5io» in the case o* ^^^^ dioxide, and by the 
present investi^^*^ ^^^ these two aoi^ **ydxochloric and sulphuric 
acid Analys^^^^^^lyzed to a m«^f '^^'^ °^® ^^ "^'^ ^ 
solution to \» ^ZZ^^e, previouslv^^^^ ^^'^^ °^ '^^'^ °'' 
potassium hyd:*-*^' iHe smaU ex ^*^**daidized by the modified 
Phelps metiho*^- ^^^ by the eaaxi.<^^^^^\^^^^^ remaining 
^ ihen estaiB*-^'*^^ obtained Kv I^St^*^ ^^ ^^'^^ agreeing 
Toth those alr^*^'*^-' It geems t> ^^ ^^ gravimetric and the 
GiUgex pToce»«^^5^ch ther« is ^^2**^^^ *!^* f"^^ ^'^ f^ 
compounds iorr ^TZ^ » methoc^ ^^^^'^^^ "P*^ lodometnc method 

good lesults ^«*^^?^^rion« of :^-^'^;^^^^^onc, and sulphunc acids- 
Decinormal sc:>X-»^^^°« of tlxo aXfeali hydroxides were prepared, 
and kept witt ^'^^^^ ^^ "^ ^r^pped bottles, from which por- 
tions for sxialy^^-^ ^^ere measixr^e^l by means of a self-feeding 
burette, which "^'^^fj^^ fittea. -with a trap, AU vessels and 
water used wer& jraaade aa £ree a« possible from carbon dioxide, 
and the operatio^^^^^^^ coxxdTaot^d as rapidly as possible. 

In the analy^^^ t^^-fche I^lxe^lps method a carefully measured 
excess of decinoxma^l iodine atv^eus drawn into a small ether wash- 
bottle, and the de«xx-»cl airxoTa.xx-b of alkali was rapidly run into 
it The stopper, -fco -vv-laich Ixctd l>een sealed a WiU and Varren- 
trapp absorption bxxilz^ T^a*s pXsu^ed in the bottle and the bulb 
was charged with a ^^ per ooxxti solution of potassium iodide to 
catch any escapiix^ -^apoxia of iodine. The apparatus was 
placed over a low tl^^-artcie cuixd ^Ixe contents heated to boilmg or 
slightly longer, aad -fcheix cooled in a stream of water. The 
contents of the biilt^ ^rwi ooxxnecting tubes were then washed 
into the flask, and -fcZie o:x:coss of free iodme remaming was 
titrated with arseaic^^^a.^ CLoi<3U iaa the presence of 5 cm« of starch 
emulsion. Blank a-si^i^^rsos -s^&re made to msuie agamst me- 
chanical loss of iodLx:^^ ^iTjuriixg l>oiling and to prevent any error 



J 



APPLICATION OF IODINE IN THE 



account of the presence of carbonate or other imparity in 
I solutions employed. 

Some of the results obtained with barium hydroxide aie 
en in Table I. The variation in different analyses of the 
le series is not large, and the results are independent of 
amount taken for analysis and of the excess of iodine 
ployed. 

TABLE L 
Analtbbb of 15 Barium Htdboxidb Solution. 



(Bj boiling in a trapped flask 


with an excess of iodine.) 


Xzp. 


^sr- 


Iodine 
taksn. 


lodlna 
•bflorbedby 


fbimd. 


Mmd. 


Variatton. 




cm* 


grm. 


grm. 


grm. 


gnn- 


gim 


(1 


10 


0.18 


0.1054 


0.0712 


0.0699 


o.ooia4- 


2 


10 


0.14 


0.1028 


0.0692 


0.0699 


0.0007- 


8i 


20 


0.28 


0.2072 


0.1399 


0.1898 


0.0001+ 


H 


20 


0.26 


0.2074 


0.1401 


0.1898 


0.0008+ 


51 


40 


0.44 


0.4148 


0.2798 


0.2796 


0.0002+ 


(6i 


40 


0.44 


0.4148 


0.2802 


0.2796 


0.0006+ 


7) 


40 


0.48 


0.4160 


0.2809 


0.2796 


0.0013+ 


8) 


40 


0.48 


0.4126 


0.2786 


05796 


O.OOIO- 


(Oi 


40 


0.51 


0.4115 


0.2779 


0.2796 


0.0017- 


(10) 


40 


0.51 


0.4186 


0.2793 


0.2796 


0.0003- 



The analyses of potassium hydroxide were made in the 
ne way as were those of barium hydroxide, and gave quite 
lilar results. They follow in Table II. 

TABLE n. 

Analysis of ^ Potassium Htdroxidb Solutiov. 

(By boiling in a trapped flask with an excess of iodine.) 



Bip. 


KOH 
taksn. 


Iodine 


Iodine 

•bflorbedl^ 

KOH. 


KOH 
found. 


MeuL 


Tuiatioii. 


151 
IS! 

(7) 


cm* 
10 
10 
16 
16 
16 
26 
26 


grm. 
0.20 
0.23 
0.80 
0.80 
0.34 
0.61 
0.51 


grm. 

o.ie2i 

0.1613 
0.2404 
0.2429 
0.2481 
0.4089 
0.4058 


grm. 
0.0716 
0.0716 
0.1063 
0.1074 
0.1075 
0.1806 
0.1794 


grm. 
0.0717 
0.0717 
0.1076 
0.1076 
0.1076 
0.1792 
0.1792 


grm. 
0.0001- 
0.0002- 
0.001»- 
0.0002- 
0.0001- 
0.0016+ 
0.0002f 
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^^^ Vato an EriL *^* the Phelps method were 

,t«ly measTxr^^'***^^^'' heaket oi convenient 

- *»or the desiT^^" ^^*5®8s of decinonnal iodine, 

«« of a dov^blo ^ by a Utde trap, made of 

^TxrxTc^^^v.^ -1 ^^ttcl calcium chlonde diying 

^ . nrer^— * ^.^T^ « ^""^^ ^^ «P-tteri^- The beaker 

^'^.^rj^^^ orveralowfl^na^^ ^d Te coZnte boQed until 

^.^euplac^^^ ^excess of ioclix^e had volatilized from the 

^ ^ebon^ ^oliaxne was carefully regulated 

— ^ 8> oeing kept as small as possible, 

^^i:SX^B^ about TOO cms at the start and 85 cin^ 

^^^ t^e case of barixxm hydroxide care had to be 

^^^3^^ diluUon sixfi&oient to prevent the separation 

^ Xy^WQ. ioda.t»^ -w^lxich is soluble with difficulty. 

^l:>-alhtion a litstlo spiral of platinum was intro- 

Ijeaker. A.f t»:r -the boiling had ceased, the 



The 
made by d»' 
gixe an appi«=^ 

and i»pi^y 

neck of the 

one ot the t»-' 

tabe,topr< 

yf2S then p 

the last trac© 

aolution and 

before and d' 

^Q^giiaUy amo 

at the close. 

taken to kee^> 
the crystaUix^^^ 
To steady tlx^ 




" -. . . ^tJ:*^^^ -^--^i^^air xine Doumg naa ceaseo, tne 

11 ^^Ux^^^"^" containing a neutral mixture of iodate and 
?2?^ 1^ oo^^^^^ ^ runixing -w^ter and treated with 10 cm* 
of Sute (1 .• ^^. ijdrocKlorio a<5id or (1:8) sulphuric acid. 
The liberated i^::^^^^^® ^^ba titr&tod directly with sodium thiosul- 
phate, in the jt^^^^^^ce of S oxn« of starch emulsion. In the 
^ of bariuira. -fajT^roadde ttio iodine was Uberated with dUute 
(1 : 8) hydroclLl^^^^^ Q<cid to scltto the inconvenience of working 
in the presence ^^ I>xecipitat©dl barium sulphate ; with potas- 
sium hydroxide, Ixo-^pv-evexr^ filiate (1 : 8) sulphuric acid was 
employed. In -^i&^^^r of cl stsktexnent by Pickering* that titra- 
tions with sodiizm "t^^lziiosTxlplxGkto in the presence of acid involve 
an error, a series of lolanlc fynytlyses was made which showed con- 
clurively that no iS'XDi.<3h oxTxrox* o:x:ists under the conditions which 
obtain in the proe^^j^ nrxd^x* <3oxx8ideration. Care was also taken, 
as in a former ceus^^^^ to gxx£i.xcL against the possible presence of 
carbonates or otlx^:zr incxp^TXjritios in the reagents employed. 

In Table lU Eur^3 ^gfi^v^^xx tlzio lesults of a series of analyses of 
barium hydroxido ^^^^ tlx^ xxiodified method just described. 
They agree feirljr -v^v^ell -wri-tlx those of Table I. 

CJixeTKx, Soc., zxzTii, 134. 
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TABLE m. 

Analtbbs of ^ Basiux Htdroxidb Solution. 

boiling with excess of iodine in an open beaker to decoloration, and 
acidifying the residue.) 



Exp. 


B^OH), 

taken. 


Iodine 
taken. 


Iodine 
alMorbedby 

Ba<OH)^ 


Ba(OH), 
found. 


Mean. 


Yazlation. 




em" 


^niL 


gnn. 


gTTD* 


Urul. 


Sra- 


!l! 


10 


0.18 


0.1023 


0.0G91 


O.OG05 


0.0004- 


10 


0.19 


0.1020 


0.0689 


0.0605 


0.0000- 


ts 


15 


0.18 


0.1548 


0.1045 


0.1018 


0.00034- 


(*' 


15 


0.20 


0.1546 


0J045 


0.1043 


0.0002+ i 


(6 


20 


0.23 


0.2049 


0.1384 


0.13&0 


0.0000- 


i?l 


20 


0.25 


0.2058 


0.13D0 


0.1390 1 


0.0000 


20 


0.32 


0.2m6 


0.1394 


0.1390 


0.0004+ 


m 


26 


0^9 


0,2567 


' 0.1734 


0.1738 


0.0004- 


9) 


25 


0.32 


0.2S62 


0.1730 


0.1738 


0.00(B- 


rio) 


m 


0.47 


0,4120 


0.2783 


0.2780 


0.0003+ 


(11) 


40 


0.48 


0.4119 


0.2782 


0.2780 


0.000^ 


(12) 


4D 


0.48 , 


0.4153 


0.2804 


0.2780 


0.002^ 


(13) 


40 


0,49 


0.4109 


0.2775 


0.2780 


0.0005- 



he analyses of potassium hydroxide by the modified method 
jiven in Table IV, and are found to agree well with those 
able n. 

TABLE IV. 
Analtbbs of ^ Potassium Htdboxidb Solutiok. 

soiling with excess of iodine in an open beaker to decoloration, and 
acidifying the residue.) 



Kxp. 


KOH 
taken. 


Iodine 
taken. 


Iodine 
absorbed by 

KOH. 


Ba(OH). 
found. 


Mean. 


Variation. 




qqI 


B'l'^ 


gmL 


grtn. 


gna. 


Brtn. 


ill 


10 


0.20 


0.1624 


0.0718 


0.0721 


0.0003- 


2) 


10 


053 


0.1618 


0.0715 


0.0721 


0.0006- 


3i 


10 


0.25 


0.1622 


0.0717 


0.0721 


0.0004- 


i4i 


15 


0.30 


0.2460 


0.1087 


0.1082 


0.0006+ 


,5i 


15 


0.34 


0.2473 


1 0.1093 


0.1082 


0.0011+ 


i6i 


15 


0.88 


0.2441 


0.1079 


0.1082 


0.0003- 


.71 


20 


0.41 


0.3274 


0.1447 


0.1442 


0.0006+ 


.8[ 


20 


0.4G 


0.3259 


0.1441 


0.1442 


0.0001- 


9) 


20 


asi 


0.3269 


0.1446 


0.1442 


o.oooa+ 


25 


0.51 


0.4052 


0.1701 


0,1803 


0.0012- 


111) 


25 


0.57 


0.4082 


0.1805 


0.1803 


o,oooii+ 


(12) 


25 


0.63 


0.4080 


0.1804 


04603 


0.0001+ 



t^ 
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- ^o'^^?^ ^^^li^eO^^^*^ hydroxide solution in 
,^ W^^^^C^H:>, fQj. ^^^ the sulphate, gave as a 
^tO.Hllg««^ Jwjt^oii by tlx© ^*^ 20 cm» taken. An anal- 
^ of tlxe ^s^^ .oft aff^' XKe -~2^^"^**S«r process gave for the 



^ of ttxe ^Z^ ^' TKe x^ ^^^Ser process gave for the 

iys^of tlx^ potash 
id weighing as K:c1| 

\^K 20 cTix- '^^'^T^S^^ ^^^1^ 0.1106 gnn. obtained by 
^"'^^oei pTOcess. i-"^® "^a^yaea by the Phelps process and 



^FBUunev'' Q« gi"!., and l>^ ^-T — "^ '^ ^^e^ps process, 
*!«rr^^^-Trtete'^<^® of 2 ixiL i^® modified process 0.1390 
^"^Vbat^® V Gteger t>r^^* ^tween the results by the 

^pa^vimetnc '^^eigV^g a« S^ '^ hydroxide solution 
^l-rv^Tati»g "^ L«»^ -^^1 gave 0.1111 gnn. KOH 



'*^"^o*'^flQ. Tespecu>.«M- -Lxxese results are strikingly in 
^' 1 S ^086 obtomed witb barium hydroxide. 
""" ,Ucatio^ oi \hR modification of the Phelps process 



accoid. 



^^ ^ dkect anaiys^ oi laydrochloric and sulphuric acids the 
^ tJ^set 'S'** essentially tlio same as that detailed for the 
pTOcea y^xaa 8^ potassium hydroxides in Tables HI and 
*'''*^*L, ^\^ BoVution to Y)e analyzed was drawn into an 
1 * beaiket, a measTixed excess of standardized alkali 



^y adding to 



TABLE V. 
AKAI.TBM or 5 Htobochm>bio Acn> Somtion. 

of - Ba(OH)«, boiling with excess of iodine to decolora- 
tion and acidifying the residue.) 




,*gS^lHClf<»n4.| M-n. 



gnut 
0.0480 
0.0475 
0.0478 
0.0791 
0.0794 
0.1120 
0.1107 



grm. 
0.0476 
0.0476 
0.0476 
0.0794 
0.0794 
0.1111 
0.1111 



Yariation. 



grm. 
0.0004+ 
0.0001- 
0.0003- 
0.0008- 
0.0000 
0.0009+ 
0.0004- 



APPLICATION OF IODINE IN THE 

If and the operation completed as described. It was 
I that barium hydroxide and potassium hydroxide may be 
od with equal accuracy to the analysis of both hydrochloric 
sulphuric acids. Some of the results obtained are given 
ftbles V, VI and VIL 

TABLE VI 

AKALT8B8 OF ^ HtDROCHLOBIO AcID SoLUTIOK. 

iding to excess of § KOH, boiling with excess of iodine to decoloration. 







and acidifying the residue.) 




bp. 


HOI 
taken. 


KOH 

takan. 


KOH 

bjHOL 


HCl found. 


- 


VaritftaL 


i8 


em>. 
20 
- 20 
26 
26 


grm. 
0.14 
0.14 
0.14 
0.14 


gnn. 
0.0972 
0.0976 
0.1222 
0.1207 


gnn. 
0.0683 
0.0684 
0.0796 
0.0786 


gnn. 
0.0638 
0.0683 
0.0791 
0.0791 


grxn* 
0.0000 
0.0001+ 
0.0004+ 
0.0006- 



TABLE Vn. 

Akaltses of ^ Sni.PHUBic Acid Solutiok. 
dding to excess of ^ Ba(OH)s, boiling with excess of iodine to decolora- 
tion, and acidifying the residne.) 



b^ 


ass! 


BiOH, 

tak^ 


n«atnliMd 
bjH^.. 


S52: 


- 


▼arinftloB. 




cm> 


gnn. 


gnn. 


gnn. 


gnn. 


gnn. 


(1) 


10 


0.21 


0J0884 


0.0606 


0XH96 


0.000S+ 


|2) 


10 


0.21 


0.0880 


0.0603 


0.0496 


0.0006+ 


13) 


16 


0.80 


0.1328 


0.0764 


0.0748 


0.0006+ 


{*) 


16 


0.30 


0.1818 


0.0761 


0.0748 


0.0008+ 


(6) 
(«) 


26 


0.43 


0.2168 


0.1239 


0.1246 


0.0007 


80 


0.48 


0.2600 


0.1481 


0.1496 


0.0014- 



Q analysis of the hydrochloric acid solution by the Grtfger 
lod, which was found to agiee in eveiy case with the 
unetric detennination, gave for each 25 cm' 0.0801 gnn. of 
» agreeing with 0.0794 gnn. and 0.0791 grm. obtained by 
lew method. An analysis of the sulphuric acid solution 
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ga-ve 



foir 



.V. r^je^*^®^ 0.124=6 ^^ ^f*^t 25 cm' 0.1241 grm. of 
** ^*!«ff^*^ 8liow« ?^'*^- <>V>tained by the new method. 






*lxa.t; 



''^e reaction between iodine 
sxid. alkaline earths in hot 



^ Bkowa 

^."^T^wi^^if*^ xmder analytical conditions. 
f^stiCui I ^iaWrt'Vft -.^^ ^^ *^® mass action of considerable 



'^ best applied in analysis by 
^^^cess of iodine, removing this 
titflt^J";o^^»g. *^"\oIT'^^*^^S the iodine in tiie residue. 
eicea« WJ ^ flxeeba^*^^ ^^fiaciolties may effect the extreme 
ffl»l« *^®^V^e ptoceaa as a. Oir^ot ineans for analyzing alkaUes, 
^aiacj ot ^^ ^ ^ea regvOar and may be indirectly applied 
^ ^^'^^a^tJjacy ^ ^^,f''^"^ysis of various acids and possibly 
yfi0a. i^ -jpotua**' *-''^® ^eactioii between iodine and alkali 
^ o'0d.& CO V ^^ contrary is irregular and cannot be made 
^\fivs!f ^ ttoa^y^cal process. 
tl.e\*»«*'^ 



\ 
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THE ESTIMATION OF BORIC ACID. 

By F. a. GOOCH amd LOUIS CLEVELAND JONES.* 

The estimation of boric acid by treatijig tiie salts of that 
acid with sulphuric acid, distilling with methyl alcohol, 
evaporating the distillate over magnesiimi oxide, igniting and 
weighing, was proposed by Rosenbladtf A little later, and 
without knowledge of Rosenbladt's experience, a somewhat 
similar process,| which consisted in the treating of the 
compound of boric acid with acetic acid or nitric acid, 
distillation with methyl alcohol, evaporation of the distillate 
over calcium oxide, and ignition of the residue, was described 
by one of us. In the course of the development of this process, 
it transpired that the insolubility of magnesium oxide retards 
the absorption of boric acid by that substance, and that the 
more soluble calcium oxide retains boric acid more actively and 
is therefore to be preferred. 

Points in the treatment upon which special emphasis was 
laid in the original description of this process were the choice 
of a suitable apparatus for the distillation, the employment of 
a loosely stoppered receiver for the reception of the distillate 
upon slaked lime, the careful removal of water from the 
substance in the retort before acidifying and treating with the 
methyl alcohol, regulated use of acid, and care in the evaponir 
tion and ignition. 

The attainment of good results in this process depends upon 
attention to details. Modifications have been suggested by 
several investigators. Thus, instead of igniting the calcium 
oxide in a large platinum crucible, transferring it to the 

• From Am. Joar. Sci., vii, 84. t Zeitochr. anal. Chem., zzri, 21. 

t Am. Chem. Jour., iz, 23. 
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^^^tT\P ^^ ^^^^ <^*Vic.^^^'^'^tJ^« calciumoxide 
0^ iS0»^ ^^ °5^iilaU:9. i ® ^""^ subsequent ignition 
rftl»i^4u6,»»^^ oxide i,i a. a-r?"*"?^^^ Penfield* prefers 
^■^^ iJie «^^ ^^jvC5»^ wateir^ to ^"^^^ crucible, to coUect the 
0jlM\s^^ ^\0f^ platiix-jj^^^Porate the latter over the 
^aim o»d® ^e giJiftll *^^^cil>l^^ '^^^ "^ *<* transfer this 
-jaitf* bitf*- ^ , . sTjggestB «, ^^ J^® ^^ evaporation and 

; ^60^ ^^\o o^r ^H^^^^fo- of form in the 
\ l^wai-iaB ^^^ggested chatxgea rf^ «^g« "^ conditions. 
/ ioi»a«4 ^ ,t« caici^ oxiSe ^^ *^« apparatus and avoids 
\ » timfiieT oi ^ i^er, trstt>T^ collecting the distillate by 
/ iteelL ^a ^^^^"^^^ oi tii© S?S^ ^'^ *" ammonia bulb to 
„«r ent the e^*^„ioTiToe*.o ^*^ acid from tiie distillate; 

xi. + theoteUcauj ^ , -^ xx>m our expenence it seems 

i ^^o^ tbat the dexnand ior this amount of calcium oxide 

/ ^'^troinaixeiceasiyevwe of nitric acid in tiie retort and tiie 

"'^uent modificaUon of conditions in the distillate. For- 

( !^Sy ^^ difficulty may be avoided by the use of a Httie 

i ixenolp^*l»«l®"^ as ^ ii^cator in the retort and care to limit 

1 ^^ addition of nitric acid to the amount required to produce 

distinct acidity. Tbe addition of a drop of the acid and 

«nother oi the indicator shovild be repeated once or twice 

diirioe *l^e distillation to insure the return of the volatilized 

acid to the salt slightly decomposed in liie process. The 

effect of muchi nitric add is bad, not only because it neu- 

tialiMS the calcium oxide when it passes to the distillate, 

but because when it is used a tendency is developed on the 

part of the dried mixture of calcium hydroxide and borate to 

puff explosively if the ignition is begun as soon as the residue 

£ dry. H the remdue is heated gradually and as strongly as i 

possible over a radiator before the flame is actually applied 

to the crucible, no. such action takes place ; we are disposed to 

attribute it to the effect of tiie nitiate and nitrite, produced by ^ 

* Am. Jour. Sd.. «xiT, 222. t Zeitochr. waL Chem., «ivi, 3. I 

X Comp. «en<L, crrl, 1064. 
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oiption of nitrous fumes in the lime, upon the alcohol 
r organic matter retained by the lime in the evaporation 
ying unless the latter process is prolonged at high 
iture. 

i good results may be obtained with small amounts of 
i oxide, provided care as to the use of nitric acid and 
iditions of ignition be taken, is shown by the figures 
original description and by the following experiments, 
3h phenolphthalein was employed as an indicator and 
lidue heated strongly over the radiator before actual 



GAOtakoD. 


BgOttakon. 


B^ found. 


Brrar. 


gnu* 
2.8406 
1.7620 
2.1767 
2.6666 


gnn. 
0.1788 
0.1790 
0.1824 
0.1788 


grm. 
0.1792 
0.1786 
0.1840 
0.1786 


gm. 
0.0004+ 
0.0006- 
0.0016+ 
0.0002- 



e results are accurate within reasonable limits. On 

ler hand, without care to ignite gradually we have 

rrors of from 0.0080 grm. to 0.0060 grm. in the process 

se conducted similarly. Doubtless the use of large 

3 of calcium oxide as suggested by Moissan may serve 

pose of diffusing the explosive mixture through a 

inert matter sufficient to prevent violent puffing, but 

heat over the radiator as strongly as possible before 

the flame directly to the crucible answers the same 

he difficulty does not exist when acetic acid is used 

of nitric acid, though even in this case it is safer to 

radiator in the first stages of heating, thus avoiding 

er of mechanical loss by too rapid ignition. 

dug are determinations made by this method with the 

icetic acid. The results of these experiments, as 

hose of the investigators mentioned, are a sufficient 

o the criticism of Reischle,* that acetic acid and 

d do not liberate boric acid in the distillation pro- 

• Zeitschr. anal. Chem., xzyi, 612. 
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*ut«r»<=»'^' *^f !fo^^ ^^ ol>taiiied. Moreover, it has 
'^'lt!Sr^**t^l ^^ ^^^^ <^^bomc acid is 8tn,ng 

^ w K^^^T **^''*' ^°"^Pl«*« >rolatility of boric acid ^th 
enongh to bni»*^ 

methyl alco^o^ 



Th^ 



Quite lecenx^ 



*3-3^ 



,^ o/ Calcium Oaride a* a iJetai«cr. 
*X'l>«^eeff t lias ad-vocated the abandonment 
»8 an agent for holding boric acid in the 



oi calcium oxa- ^j^^ohoUc and acLvteous solutions, on account 



evapoTatoon ^^ .^3.0 nature of tHe oxide and the consequent 

of *^e ^y8J°^.^^«riog it in definite conditions for weighing, 

difficulty 01 ^^3_^-f5ead of using calcium oside, to retain and 

and P«>PO»^ a.^»*3 "* solution loy converting it into the form 
estimate bonc^^^^^^^^j^^^^ 

"^fo^fi^ ,j^c><3^<»tion of Tliacldeefrs method the proposal 

■ made to lib^*''^^*® 'tlio V>oxic etcid from its compounds by 

^phuiic acid, *^ volatilize it in methyl alcohol with the 

Md of a curren* <^^ <iry air, to ca.tch the ilistillate in potassium 

hydroxide, to trea-* tix^ mi^twro of hydioxide and borate with 

hydrofluoric acid ii*- excess ctxid evaporate on the steam bath, 

to digest the residt^^ of floioiide and borofluoride at normal 

temperatures for •fc-^i^?'<3 hioxxrs -"gvith 50 cm^ of a potassium 

acetate solution (^sp>- ^^T- 1-14^ axid for twelve hours more after 

adding 100 cm* of ^»*hjrl aicoliol (sp. gr. 0.805), to filter on 

paper, wash the r^^i.<3Iue 'WT.-tli 62-72 cm^ of alcohol (sp. gr. 

0.805), dry at 1©0** and. '^©igh as potassium borofluoride, 

after which the boro:^lTi.oiTbd^ is to be dissolved in boiling water 

and tested with f».n."l ^-» -g-mn. cslxloiide for ix)ssible contamination 

• Jonea ^ ^ -p-w - Jomur. Sci., v, 442. Ttiia volume, p, lOO. 
t Zeitaclisr. ^t.x».xkX. <Dla.exxi., xxiri, 568. 



by tixe pieBeuce of ^^^^^J^®- Plainly Thaddeeff s procedure 
pxesentB at tiie O^^ difficulties; for besides the incon- 
venience of cond'*l^™8 long digestions with reagents of 
regulated Btrengtb, t"® difficulty of procuiing hydrofluoric 
acid free from silica, which if present (as it usually is in the 
so-called chemically pure hydrofluoric acid of conunerce) 
would be retained in the borofluoride as potassium fluosilicate, 
the inaccuracy of the dried paper filter, and the obvious 
uncertainty of success in an attempt to wash a mixture of 
acid potassium fluoride and potassium borofluoride in potas- 
sium acetate and alcohol so that the one shall be rendered 
entirely soluble while the other remains sensibly unaffected, 
— besides these objections, there is the theoretical probability 
that boric acid nmst be lost by volatilization during the 
evaporation of the solution of the mixed salts in the presence 
of free hydrofluoric acid. This last point was put to the 
proof by submitting to distillation in a platinum retort a 
mixture of equal quantities of bomx and potassium hydroxide 
with an excess of hydrofluoric acid, collecting the distillate 
in potassium hydroxide, evaporating it to dryness and testing 
it for the presence of boric acid. When this residue from the 
evaporated distillate was treated with sulphuric acid and 
metiiyl alcohol, the burning alcohol vapor gave plainly 
the green flame of boric acid. Another portion showed 
clearly the presence of boric acid when acidulated with 
hydrochloric acid tested with turmeric paper. No boric acid 
could be detected in any of the reagents used. It is plain, 
therefore, that boric acid does volatilize upon the evapora- 
tion of a mixture of potassium fluoride and borofluoride in 
acid solution. The amount of such loss is disclosed in the 
record of the following experiment. Portions of a standard 
solution of boric acid, prepared by dissolving a known weight 
of anhydrous boric oxide in a liter of water, were mixed 
with a solution of potassium hydroxide (free from silica and 
standardized by conversion to the chloride) in the proportions 
to form the potassium borofluoride, and an excess of hydro- 
fluoric acid was added. The mixture was evaporated and 
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ETtH. 


0.5f*8Q 


0.0121^ 


0.003S- 
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0.0054- 


0.0016-^ 


o.afiao 


0.0l^i4- 


0.0084^ 


0.50Ha 


0.0066- 


0.001&- 


0.5114 


0.0040- 


0.0011- 



In experiiae^te (!;> to (8) the volume of the eolution 
evapoiated ^^ about 50 cm^. In experiment (4) this 
volume was reduced about one-half before acidifjiug mth 
bydiofluoric acid, while in experiment (5) the solution was 
diluted about one-half before adding the hydrofluoric acid. 
It is plfiin* therefore, that in this single step of ThaddeeflTa 
process there is a considerable error of deficienej. On the 
other hand, the errors for the full process as laid down by 
Thaddeeff have been in our experience invariably differences 
of excess — presumably because the loss due to volatilizatdon 
of boric acid has been overbalanced by the inaccmacy in 
washing. It is plain that the process can give true indica- 
tions only by the balancing of considerable errors. 

If we take into consideration, therefore, ihe inevitable 
inaccuracy and inconvenience of Thaddeeff's proposal, it 
cannot be regarded as a desirable substitute for the process 
according to which boric acid is absorbed and retained for 
weighing with calcium oxide, especially since the difficulties 
in the way. of getting constant weights of that substance are 
by no means insuperable. 

Thus the following table shows the series of weights taken 
in several experiments in bringing calcium oxide to a constant 
weight in a 50 cm^ platinum crucible ignited over a blast lamp, 
as well as the weight taken after adding a known amount of 
standard boric acid solution to the slaked oxide, evaporating, 
and igniting. The results recorded are those of experiments 
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made on days not moist beyond the average and with the 
greatest care to approach the limit of accuracy with which 
calcium oxide and the boric acid held thereby can be weighed 
under ordinarily favorable conditions. The first weight of 
calcium oxide recorded under each experiment was taken after 
a strong ignition over the blast lamp for about one-half hour. 
The succeeding weights were taken after similar ignitions of 
five minutes. In all cases the crucible was left to stand a 
definite period in a sulphuric acid desiccator, and, after the 
approximate value had once been obtained, the weights of 
the preceding weighing were replaced on the balance before 
the crucible was taken from the desiccator. The average of the 
weights bracketed is the weight taken as constant for the 
calculations. 





OaOtakon. 
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C«0 + B,0, 

taken. 


^•?ai5'^ 


Bmnr. 


(1) 


gnn. 
0.0606 

o:m^(o-^^ 


grm. 
0.2096 


gun. 
1.1688 


gnn. 

1.1600 I . «g, 
1.1691 ^-^^^^ 


gnn. 
0.0008+ 
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1.1818 > 1.1816 
1.1816 J 


0.2160 


1.8466 


1.8499 
1.3474) 
1.3476 n.8476 
1.8476) 


0.0010+ 
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d 
odd 


0.1184 


0.9208 
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0.0002- 


(4) 


2.6980 
2.6975 


0.2078 


2.9046 


2.9048 
1;^} 2.9048 


0.0002+ 



Obviously calcium oxide may be weighed with accuracy, 
with or without boric acid ; but the fact remains that a less 
hygroscopic absorbent — one requiring less care in the handling, 
is to be desired. 

The uBe of Sodium Tungstate as a Retainer. 

In searching for a suitable material of less hygroscopicity to 
replace calcium oxide as a retainer for boric acid, we have 
found that sodium tungstate, fused with a slight excess of 
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tungstic acid over that contained in the normal tungstate 
(to insure its freedom from carbonate), answers this purpose 
excellently. This substance is definite in weight, not hygro- 
scopic, soluble in water, and recoverable in its original weight 
after evaporation and ignition. To test its value as a retainer 
for boric acid, portions of it — 4 to 7 grm. — were fused and 
weighed in a 50 cm^ crucible, the tungstate was dissolved in 
water and to it was added a known amount of a standard 
solution of boric acid. After diluting, mixing, evaporating, 
and fusing the residue, the increase in weight should represent 
the boric anhydride held by the tungstate. The results of the 
accompanying table show how accurately the boric acid is 
retained under these conditions. In experiments (8) to (7) 
the tungstate, after its first weighing, was dissolved, transferred 
to a larger platinum dish and mixed therein with the boric 
acid. After evaporation to a suitable volume this solution of 
tungstate and boric acid was transferred to the original crucible 
for final evaporation and ignition. 
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6.6416 


0.1784 
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7.8184 
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6.6008 


0.0960 


0.0962 


0.0002+ 
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4.1804 


0.0044 


0.0944 


0.0000 


<^) 


7.6087 


0.2148 


0.2149 


0.0001-f 


(0) 


4.7744 


0.2718 


0.2702 


0.0016- 
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6.6470 


0.2608 


0.2487 


0.0016- 



It is plain that though the sodium tungstate does not hold 
the boric acid with absolute accuracy the errors are not 
unreasonable — 0.0008 grm. in the mean. Upon substituting 
the tungstate for calcium oxide as a retainer in the distillation 
process, the results were likewise highly favorable. 

We used by preference the apparatus originally proposed, 
excepting that the Erlenmeyer flask used as a receiver is fitted 
tightly to the condenser and trapped with water bulbs. The 
retort is made very easily from a 160 cm^ pipette and has 
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the special advantage that particles of the lesidue spatteiiix^ 
during distillation are easily washed from the waUs of tb-^ 
vessel by a slight rotary motion of the retort. It was fotuxd 
that special care should be taken to give the tungstate ampl& 
time for contact with the distillate before exposing the lattex* 
to atmospheric evaporation. The distillate was received^ 
therefore, in a dilute solution of sodium tungstate placed isx 
the receiver, cooled by ice and trapped with water, and \!tM& 
mixture was weU stirred, allowed to stand one half-houX'^ 
evaporated to small volume in a large dish, and transferred 
to the crucible in which the tungstate had been originally^ 
weighed. After thorough drying the residue was ignited iX> 
fusion and weighed. When acetic acid was employed in tlx^ 
retort, care was taken in the ignition to expose the fused ma^^ 
feeely to the air (by causing it to flow upon the sides of tb-^ 
crucible) until the color of the cooled tungstate was white, ix^ 
order that the reducing eflfect of the acetate might be eliminated* 
In the experiments recorded in the following table the tungstati^ 



N«,W^ + WO, 



BAt 



B|0| found* 



With Nitbio Acid. 




gnn. 
0.1672 
0.1828 
0.1266 



grm. 
0.0010- 
0.000^ 
0.00U- 



WiTH AcBTio Acid. 



4.9668 
6.0289 
4.6797 
4.0018 



0.1434 
0.1481 
0.1680 
0.1488 



0.1418 
0.1483 
0.1587 
0.1422 



6.8489 

8.8227 

10.1616 

6.6788 



With Sulphuaio Acxi> 






0.1682 
0.1682 
0.1266 
0.1892 
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was used in the leceivBr to retain ^*^ 

usual with methyl alcohol, £ix)mth^ ^^ >»iio aoi. 
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'"^ . , *-^ is disadvantageous, and this ia 
true in lae cas© of sulphuric acid; for, if this 



ttee 



^xc©< 



"^S^^ """"^ y^ ^« methyl alcohol, as it is at 



^ tSeo*' '^ ^PP^"*^^^ excess, a part of it, at least, is held 
^^^titly ^y w»® ^^^"igstate to increase the apparent weight 
^'^^tic acid to be eatdxnated. 

TVie io»»iP^^°'^ ^^ *ibe tungstate presents no difficulties, 
a the TfiS^** obtained by its use are reasonably accurate. 



XXIII 

A VOLUMETRIC METHOD FOR THE ESTIMATION 
OF BORIC ACID. 

Bt LOUIS CLEVELAM) JONES.* 

When boric acid and mannite are mixed in solution a peculiar 
compound of strongly acid properties is tiie result This com- 
pound decomposes carbonates, and its acid taste is comparable 
to that of citric acid, much stronger than that of boric acid 
alone. Magnaninif has found that the product of such a 
mixture of boric acid and mannite solutions shows greater 
electrical conductivity and a lower freezing point than a simi- 
lar molecular solution of either substance alone. Other poly- 
atomic alcohols (but all to a less degree than mannite) and 
some organic acids show this peculiar property of combining 
chemically with boric acid to increase its acid qualities.^ Of 
this reaction between boric acid and the polyatomic alcohols, 
Thomson,§ Barthe,|| and Jejrgensen^ have taken advantage 
to develop methods for the volumetric estimation of boric acid. 
Glycerine is used to form a combination with boric acid, suffi- 
ciently acidic to give an acid reaction when used with a sensi- 
tive indicator and make possible its titration with an alkaline 
solution. Hb'nig and Spitz** show that in the method of 
J($rgensen a very large amount of glycerine must be used to 
prevent the appearance of the indication of alkalinity with phe- 
nolphthalein before all the boric acid is neutralized according 
to the following equation, 2NaOH+B,0, = 2NaOBO+H,0 ; 

* From Am. Jour. Sci., vii, 147. 
t Gas. Chim., zx, 428-440; xzi, 184-145. 

t Klein, Jour. Fhana. Chim., 4, voL zzriii; Lambert, Comp. rend., CYiii, 
1016-1017. 

§ Jonr. Soc. Chem. Ind., xy, 482. |1 Jonr. Pharm. Chim., xzix, 168. 
IT Zeitschr. angew. Chem., 1897, 6. •• Zeitschr. angew. Chem. (1806), 649. 
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that in the presence of carbonates the solution must be boiled 
to decompose bicarbonates and the escape of boric acid by vol- 
atilization prevented by the use of a return condenser ; and 
that silica must be removed by the process of Berzelius, and 
the solution then neutralized by the use of methylorange 
before a titration of the boric acid can be, made. 

Vadam,* for the estimation of boric acid in butter makes 
use of mannite, which, as he finds, gives sharper indication 
with litmus than glycerine. According to this process, the 
solution to be analyzed for boric acid is neutralized by the use 
of litmus and a solution of sodium hydroxide. Mannite 
(1-2 grm.) is then added, bringing about an acid reaction with 
the boric acid present in free condition* The solution is then 
titrated to alkalinity by sodium hydroxide. 

None of the above methods with glycerine have, in my 
experience, given anything but comparatively crude results. 
The weak acidic properties of boric acid, the interference (and 
difficulty of removal) of carbon dioxide with all organic indi- 
cators sufficiently delicate to be used with boric acid, and 
indeed, the procuring of a standard alkali containing no car- 
bonate, together with the supposed detrimental influence of 
silica and the lack of a convenient method for its removal, 
have made the process of Gooch,t which involves distillation 
and weighing with calcium oxide, the only means (though 
requiring long time and exceeding care) in use for the accu- 
rate separation and estimation of boric acid. Recently sodium 
tungstate has been recommended from this laboratory:^ as 
a substitute for calcium oxide to retain the distilled boric acid. 
The entire process, however, is one of the most exacting in 
analytical chemistry, and for this reason a convenient, rapid 
and at the same time accurate method for the estimation of 
boron is especially desirable. The first step toward the 
development of such a process must be the convenient prepa- 

• Jour. Phann. Chim. (6), viii, 109-111. 

t Am. Chem. Jour, ix, 23-38; MoiBsan, Comp. rend., cxvi, 1087; Erant, 
ZeitBchr. anal. Chem. zzxri, 166 ; Montemartini, Gaz. Chim. ItaL, xxriil, 1, 
344. 

X Gooch and Jones, Am. Jour. Sci., yii, 34. This Yolume, p. 172. 
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bladtj have isolat^/ie^^rx'o acid b/J'Vi? ^o^S*^^- 
alcohol and a non-volati/^^id. ^^T^till^Tf^^iZ^^'^^aov 
insensible to free bono ^^d. ^^^ ^^^o^r^^ ^^ ^^n^ 
neutralization of the Bttoa^^r acids. ^..*»s©<j^^ ^eoi^*^yl- 
Thomson,** use metixylo^j^^e, Mots^ ^^ Jo ituJio^^^'^y 
olin 00, while Vadamjj txjokes use ^^«i ^^ ^Pitzm? *^« 
indicators, however, have been fouu^j , ^ttj^^^ff ^Jl ***** 
more or less affected by boric acid in sqU^ ©itJ^ ^ /-jf ^®~ 
hand, I have found m the weU ino^**©^,. ^e^it ej ?®f 

• ZetUchr. anorg. Chem., xUi, 124-150. '^Jib/. ^ ^® OftA« 

t Jour. Am. Chem. Soc., It, 668. ^ if^ ^ ^^'CojW • 

S Zeitochr. anal. Chem., xxxri (9), 668, ***«^J'«ft ^^'^ 

II Zeitschr. anaL Chem., zzri, 18. f Zeitociij. 

•• Joar. Soo. Chem. Ind., xr, 432. f | .4jn q. ' *J»oj.», 

II Jour. Pharm. Chlm. (6) riu, 109-lH. **»• JbL ***. ^j» 
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.o ^fi^^^ ^ \ndide and ic^ ^berates regularly iodine from a 

. Tte oi '?5 L3^ ^?^a.te, the solution of this difficulty. 

TTvnti^ ^ i. * froo. ^'"^^tie are m excess of the acid the 

TTeX^""^ . ^^"^^"^ ^^^ be neutralized and the cor- 

^""t^ndit^ ^?r ^^^^li^e liberated according to the 

teapou^^^^^tioii: ^ 

g^ + K103 + eaci = 6KC1 + 3H*0 + 31,. 

TUaUbe^**^ ^^^^^ ^^y l>e removed by sodium tMosulphate 

and a sol^^^^ obtained which is absolutely neutral containiug 

onl7 neutral Balta, potassixun iodide, iodate, and tetrathionate. 

The Btatem®^^ ^^^ by P. Georgevic* aDd Furrysf that 

boric acid present in moderate amount in floiution has not 

the slightest action on a mixture of iodide and iodate, have 

\)een experimentally verified. Therefore when this acid is 

liberated by an excess of a stronger acid, and the iodine set 

free destroyed by thiosulphate, it remains free in solution to 

be titrated in any convenient manner possible. 

Following along the lines suggested by the above reac- 
tions, a volumetric process for the estimation of boric acid 
has been developed. For a basis of the investigations, a 
standard solution of boric acid was prepareil by dissolving 
in a liter of water about eight grams of carefully weighed 
anhydrous boric oxide. This anhydrous boric oxide was 
prepared from the several times recrystallized hydi^ous boric 
acid, by long-continued fusion over a blast lamp. A solution 
of approximately % sodium hydroxide was pieixired from the 
ordinary sodium hydroxide of the laboratory. The free alkali 
in this solution was estimated by the process of Winkler 
recommended by Ktlsler. The acid used to make Uiis estimar 
tion was hydrochloric, standardized by silver niti-ate, 

The full method for the estimation of boric acid as finally 
elaborated is as follows : The solution is made clearly acid 
to litmus by hydrochloric acid and 6 cm' of a solution (10%) 
of barium chloride added. An amount of iodiite and iodide 
of potassirun sufficient to liberate an amount of iodine at 

♦ Jour, prakt Chem., xxxriil, 118. t Am. Chem. Jour., rf, ML 
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least eqnWaieiit ^ ^^ excess of hydrochloric acid in the 
acidified solution l^ ™^ed with starch in a separate beaker, 
and the iodine which is usually thrown out by this mixtuie. 
Is just bleached by ^ dilute solution of thiosulphate. 

To the now neutral solution of iodide and iodate a single 
drop of the solution to be analyzed is transferred by a glass 
rod. If a blue coloration is developed, the solution is acidic 
with hydrochloric acid, and all the boric acid is in free 
condition. The amount of iodide and iodate used depends 
upon the acidity of the solution containing boric acid. 
Usually 10 cm^ of a 25 per cent solution of iodide and the 
same amoimt of a saturated solution of iodate is sufficient. 
Any larger excess of hydrochloric acid should be neutralized 
by sodium hydroxide before the iodide and iodate mixture is 
added. After the addition of the iodide and iodate solutiouy 
containing starch, to the boric acid solution, the liberated 
iodine should be carefully bleached by thiosulphate. Any 
excess of thiosulphate in reasonable amount does not seem 
to be detrimental, but in practice the starch iodide color is 
clearly bleached, and no more then added. Carbonates pre- 
vent a definite indication of the neutral point by thiosulphate 
and starch iodide, therefore the bariiun chloride (about 5 cm'^ 
should be added before this point in the process. The 
mixture of iodide and iodate is not added to the solution to 
be analyzed until after it is made acidic, for the reason that 
when the neutral point is approached by the addition of 
hydrochloric acid the starch iodide is thrown out locally by 
the acid, and the small amount of sodium borate remaining 
undecomposed does not again bleach the coloration produced 
thus obscuring the neutral point which must be obtained 
before titratiog for boric acid. 

The solution after the bleaching of the iodine by thiosul- 
phate is colorless and contains only starch, neutral chloride, 
potassium tetrathionate, iodide and iodate, and all the boric 
acid present in imcombined condition. ^The carbonate lies out 
of the sphere of action in insoluble form as bariiun carbonate. 
A few drops of the indicator, phenolphthalein, are now added. 
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1 Ax& »**^ 4 ;«nK rvfi — " ^^^ ^^^ * strong red coloration is 

^f^^Se^^^^?^^ J. J^^^^^^^^ ^d «^« ^ItaU Bolution again 

TJ^tet^^^^^'T^^ taken as the reading point. About 

i r^- ^* """^ ^ xxecessaiy for a determination. The 

WTX^a^^ compo^nxd is sufficiently acidic to Uberate iodine 

himaaJxdy' ^^^ ^^ ^PPeajs to be a time reaction, and at 

^e eni ^* ^J^^"^ ^^Y about 96 per cent of the theoretical 

«jao\mt (considering B^O, as a bivalent acid) has been thrown 

^t. Th® combinatioii of boric acid and mannite liberates in 

♦he piesei^^ ^^ iodide and iodate immediately only about 

oBfi-Wf ^® iodine xeqiiired on the theory that BaO, under these 

conditions a^^ ^ ^ bivalent acid, or with the neutralizing 

power of raetaboric acid, HOBO. When no mannite is present 

phenolphthalein gives an alkaline indication when only about 

one-ha^ the amount of alkali theoretically necessary to form 

the metaborate, NaOBO, has been added. Obviously, then, the 

starch iodide coloration will not appear at all on tie addition 

of mannite, if about one-half the free boric acid is first 

neutralized by the solution of alkali, and the remainder of the 

alkali immediately added to complete neutralization. The 

point at which the danger of the appearance of the iodide 

coloration on the addition of mannite has been passed, is 

roughly indicated before the mannite has been added by the 

appearance of the strong alkaline indication of phenolphthalein. 

•Kds indicator would not need to be added at all, if the 

boromannite compound quickly and regularly liberated iodine 

from the iodide and iodate. The fact, however, that this 

compound of boric acid and mannite — as has been ascertained 

by experiment — hberates, on standing twelve hours, about 99 

per cent of the theoretical amount of iodine, places the strength 

of this acid above that of citric or tartaric acid as investigated 

by Furry.* With phenolphthalein, however, the end reaction 

is sharp and the small amount of carbonate present in the 

standai^ solution of alkali is precipitated by the barium 

* Am. Chem. Jour., vi, 341. 
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chloride already in the solution. The calculation must 
therefore be based on the amount of free hydroxide in the 
standard solution of alkali used, according to the following 
representation : 

B,0, + 2NaOH = 2NaOBO + H,0. 

The best results and the most definite indications are 
obtained in cold solution of a volume not greater than 50 
cm^ This fact accords with the observations of Magnanini* 
that the relative electrical conductivity of the boro-mannite 
solution is decreased by dilution and elevation of the 
temperature. When silicates are present in solution, the 
silicondioxide is liberated by the excess of hydrochloric acid, 
and this oxide, whether in hydrous or anhydrous condition, 
neither affects the indication with iodine nor phenolphthalein, 
nor does it form with mannite a compound of acidic proper- 
ties. Ammonium salts interfere with the indication given 
by phenolphthalein and may be removed by boiling with 
potassium hydroxide in excess, or an indicator used not 
affected by tliem. 

To test the action of fluorides in the process, several 
experiments were made in which hydrofluoric acid (10 cm' of 
TV solution) was introduced into the solution containing salts 
of sodium, free hydrochloric and boric acids* Barium chloride 
was then added and the analysis for boric acid completed in 
the usual way without the accuracy of the results being in any 
way interfered with by the presence of hydrofluoric acid. 

Table I contains the results of a series of analyses in which 
the boric acid was first drawn into a excess of sodium hy- 
droxide, then estimated according to the method described. 

The standard solutions of boric acid used contamed, in A, 
7.168 gnn., and in B, 7.706 grm. per liter. The solution of 
free sodiiun hydroxide was 0.21427 normal 

Practical tests of the method upon specimens of crude 
calcium borate and colemanite are recorded in Table II and 
Table m. 

• Gas. chim. ital., xz, 428, and zzi, 181 
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^ Y^^"- 


KaOHSoL 
required. 


S&. 


S£l 


Krrort on i 


A 


f(i) 

(2) 
18) 


cm, 
21.96 
20.68 
20.78 


cm,. 
21.02 
19.66 
19.63 


grm. 
0.1671 
0.1479 
0.1483 


grm. 
0.1677 
0.1474 
0.1473 


0.0006+ 
0.0005- 
0.0010- 


B 




f(4) 
6) 
(6) 

(8 

m 


23.05 
23.10 
22.76 
24.08 
22.00 
20.78 


23.71 
28.80 
28.36 
24.78 
22.60 
21.28 


0.1776 
0.1780 
0.1754 
0.1866 
0.1696 
0.1601 


0.1777 
0.1783 
0.1760 
0.1867 
0.1686 
0.1696 


0.0001+ 
0.0003+ 
0.0004^ 
0.0002+ 
0.0009^ 
0.0006^ 



TABLE n. 
Amaltsis of Csudb Borate of 


Limb. 


Bxp. 


Oa borate 
taken. 


B^sfonnd. 


n 


i 


grm. 
0.4016 
0.4044 
0.4000 


grm. 
0.2289 
0St3O2 
0.2286 


66.09 
66.92 
67.11 



TABLE m. 
Amaltbu of Colemanitb. 



Xxp. 


mnend taken. 


B^fonnd. 


%^^ 


Areriigit. 




grm. 


grm. 






1 




0.4084 


0.2064 


61.161 






2 




0.4070 


0.2069 


60.80 






3 




0.6004 


0.8064 


60.86 




60.00% 


\^ 




0.6006 


0.3066 


60.89 




¥ 




0.6069 


0.2692 


61.24 






6i 


0.6092 


0.2692 


60.89 J 







The finely-ground minerals were dissolved in hydrochlorio 
acid and the analyses proceeded with as described above* 

An analysis for boric acid by this process can be completed 
in five minutes and the results are obviously accurate within 
the limits of ordinary analysis. 

The usually interfering substances, fluorine, silica, and 
carbon dioxide, have no detrimental influence on the results 
of this process. 
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THE CONSTITUTION OF THE AMMONIUM 
MAGNESIUM PHOSPHATE OF ANALYSIS. 

Bt F. a. GOOCH ahd MAKTHA AUSTIN.* 

Ik a recent paper from this laboratoiy f it has been shown 
that the presence of ammonium chloride or other ammonium 
salt is necessaiy in the precipitation of manganese as the 
ammonium manganese phosphate by microcosmic salt in 
order that the precipitate may have the ideal constitution 
represented by the symbol NH4MnP04. 

It was also shown that the solvent effect of the anmionimn 
chloride upon the precipitated anmionium manganese phosphate 
is not marked when an excess of the precipitant is present in 
solution. 

The relations disclosed in this paper suggest that the 
chemical constitution of the precipitate rather than mechanical 
contamination and varying solubility — the explanations gene- 
rally accepted, and, indeed, advocated by one of us in a former 
paper I — may be responsible for observed variations in the 
weight of the residue derived by the ignition of the similar 
salt of magnesium, the ammonium magnesium phosphate, 
precipitated by an excess of a soluble phosphate from the 
solution of a magnesium salt, or from the solution of a soluble 
phosphate by an excess of a magnesium salt. 

Precipitation hy Excess of the Solvble Phosphate. 

The precipitation of the magnesium salt by an excess of the 
soluble phosphate was first studied. For this work a solution 
of pure magnesium nitrate was prepared by dissolving the 

• From Am. Jour. Sci., yii, 187. 

t Am. Jour. Sci., vi, 288. This Tolume, p. 121. 

X Am. Chem. Jour., i, 891. 
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,^j3^^^^ . n ^ , commerce in a Blight excess of pure 

^'?,^^^'' «vC^ *>oUi^g ^th more magnesium oxide. 

^^fV 61^^^ ^T ^f ^^®s of magnesium oxide and any tmce 

T^ otx ^^ ^^^^^ ^* ^tUe higher groups, the solution ^^s 

^nit^^ ^ !?^^^^^^^ carbonate, the precipitate v^b 

^\A W ^P®^^^ ^>Hiig8 and filtrations untQ sUver nitmte 

e -OP p^^P^^^ ^ **^^ solution acidified with nitric acid, 

TW t)i^^^^^^^^^^ caTDona.te was nearly dissolved in nitric acid 

d die sol^^io^ was boiled with an excess of the carbonate 

({ T tihe p^^^^T^®® ^^ ^^luoving traces of barium, strontium, 

\ calciii^) filtered, and diluted to definite volume. The 

vanoratio^ ^^ ^ definite volume of the solution and strong 

•(ymtion of ^® residue would be a most natural method of 

^tablishing * standard of the solution, were it not for the 

fact, pointed out by Richards and Rogers,* that the oxide of 

niagnesium retains on ignition occluded nitrogen and oxygen 

enough to increase its weight sensibly. For this reason the 

nitrate was converted to the sulphate and weighed as such — 

either by evaporating to dryness in a weighed platinum 

crucible a definite volume of the solution, igniting as oxide, 

and changing to the sulphate by heating with sulphuric acid ; 

or, by evaporating the magnesium nitrate directly with an 

excess of sulphuric acid of half strength. In this treatment 

the excess of acid was removed by heating the platinum 

crucible upon a porcelain ring or triangle so placed within a 

porcelain crucible that the bottom and walls of the inner 

crucible were distant about one centimeter from the bottom 

TABLE L 



Mgfl04 0bUlnedby 

conTerting Ignited 

KgO into the mlphate. 


Mg80« obtAinad 

dinetl/fromSOcmS 

Mg(KO.)^ 


Theoratioal 

amount of MgO 

inMgSOrr 


gnn. 
0.674S 
0.5789 


gnn. 

0.6741 
0.6760 


gnn. 
0.1924 
0.1928 
0.1922 
0.1926 



• Amer. Chem. Jour., xri, 667. 
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and mOfl oi tke ^ ^ ^J^cible. The excess of acid is easily 
removed m tins ^^^y^ to^d th© outer crucible may be heated 
to redness mtliotit ^*toger of breaking up the magnesiuin 
sulphate. The lesults of this work, taking O = 16, Mg = 24.3, 
N = 14.03, S = 32.06, are given in the accompanying table. 

The magnefflum oxide obtained by direct ignition of the 
nitrate weighed on tiie average about 0.0010 grm. more than 
the oxide theoretically present in the weighed sulphate from 
equal portions of the solution. 

Before proceeding to study possible chemical effects of 
anunonium chloride in determining the constitution of the 
ammonium magnesium phosphate, it is obviously necessary to 
define the extent to which the ammoniiun salt may exert a 
solvent action in presence of the precipitant. Fresenius 
estimated that ammonium magnesium phosphate is soluble in 
15293 parts of cold water, but the method of investigation 
employed did not entirely preclude the possibility of counting 
as ammonium magnesium phosphate soluble material included 
and held in the original precipitate.* According to Kissel f 
the phosphate, which dissolves in a mixture of ammonia and 
water in the proportion of 0.0040 grams to the liter and in the 
proportion of 0.0110 grams to the liter in a similar mixture 
containing also 18 grm. of anunonium chloride, is practically 
insoluble in the latter mixture if an excess of magnesia 
mixture be added; and HeintzJ showed that the effect of 
adding an excess of sodium phosphate in the solution is 
similar. 

So far as appears, no quantitative experiments have been 
recorded in which the behavior of a mixture of ammonium 
chloride and magnesium salt and an insoluble phosphate in a 
solution only slightly ammoniacal has been tested, though as a 
matter of convenience the use of faintly ammoniacal solutions 
and faintly ammoniacal washwater is to be preferred to the 
mixture of strong ammonia and water [1 : 8] ordinarily 
employed. As a preKminary step, therefore, in the work to be 

• Freseniiu, 6te Aufl^ p. 806. t Zeitschr. snaL Chem., viii, 17a 

X Zeitschr. anal. Chem., ix, 16L 
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described, experiments were made to find how small an amount 
of magnesium could be detected in solution by precipitating 
with microcosmic salt, either alone or in presence of ammonium 
chloride in faintly anmioniacal solutions. The ammonium 
chloride used for these tests (as well as in the similar quanti- 
tative work following) was purified by boiling with a faint 
excess of ammonia, filtering, digesting twelve hours with 
microcosmic salt, and filtering again. The results are given 
in Table 11. 

TABLE IL 













W«iglitof 
IMtakeiiM 


^?£2f 


Volume. 


KH«G1 


Opelewent 
^nicipiUtLdD. 


gnu. 


grm. 


cm* 


gm. 




(0.0008 
t 0.0003 


1.76 


100 




Mafked. 


1.76 


600 




MarkeLl 


(0.0008 


1.76 


100 


10 


Marked. 


J 0.0003 


1.76 


600 


10 


Marked. 


^0.0003 


1.76 


600 


80 


Faint, 


0.0001 


1.76 


100 




Marked. 


(0.0001 


1.76 


100 


10 


Marked. 


J 0.0001 


1.76 


600 


10 


Faini. 


^0.0001 


1.76 


600 


60 


Faint. 



The results of these tests show that even so little eb 0.0001 
grm. of magnesium oxide may be detected in five hundred 
cubic centimeters of faintly ammoniacal water containing as 
much as sixty grams of ammonium chloridcf It is plain Umt 
strongly ammoniacal liquids are entirely unnecessary in the 
precipitation of the ammonium magnesium phosphate under 
the conditions. In nearly all the experiments to be detailed 
use was made, therefore, of faintly ammoniacal solutions and 
wash-water. 

In Table III are given the results obtained in a study of the 
effects of varying proportions of ammonium chloride and the 
soluble phosphate upon the constitution of the precipitate. 
All precipitates were gathered upon asbestos in the filtering 

t It waa found also, incidentaUj, that the presence of reasonable amounts of 
ammonium oxalate (100 em* of the saturated solution) does not inte rfore with 
the precipitation of the ammonium magnesium phosphate bj microcaimic 
Bait 

TOL. n. — 18 
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crucible, washed in faintly anmioniacal water, and ignited as 
usuaL In every case the precipitation was practically com- 
plete ; for, upon allowing the filtrates with the wash-water to 
stand for several days after further addition of microcosmic 
salt, nothing but insignificant traces of a precipitate — not 
exceeding 0.0001 gnn. — ever appeared. In the experiments 
of section A precipitations were made in the cold by the action 
of microcosmic salt in considerable excess upon the solutions 
of magnesium nitrate containing varying amounts of ammonium 
chloride. In experiments (1) to (5) the liquid was made 
faintly ammoniacal after the addition of the precipitant and 
the precipitate was filtered off immediately after complete 
subsidence; in experiments (6) to (10) the precipitate first 

TABLE m. 



Exp. 




ISjSl^ 


SZTOT in 

temuof 


Error In 

terms of 

MgO. 


NHaGI 
proMni. 


HNsNILFOa. 
4H,Oii«mL 


Volmne. 




fRB. 


BTULi 


gna. 


A. 
grm. 


grm. 


fTtn, 


«i^. 


(1) 


0.6811 


0.6418 


0.0107+ 


0.0088+ 




2.6 


160 


(2) 


0.6811 


0.6462 


0.0161-1- 


0.0067+ 


2 


2.6 


160 


(8) 


0.6311 


0.6408 


0.0097+ 


0.0086+ 


2 


2.6 


160 


(4) 


0.6311 


0.6600 


00189+ 


0.0068+ 


60 


2.6 


260 


(6) 


0.6811 


0.6620 


0.0209+ 


0.007^ 


60 


2.6 


260 


(6) 


0.6811 


0.6846 


0.0034+ 


0.0012+ 




2.6 


160 


(7) 


0.6311 


0.6871 


0.0060 f 


0.0022+ 




2.6 


160 


(8) 


0.6811 


0.6884 


0.0078+ 


0.0026+ 




2.6 


160 


(9) 


0.6311 


0.6386 


0.0076+ 


0.0027+ 




2.6 


160 


(10) 


0.6311 


0.6416 


0.0104+ 


0.0037+ 




2.6 


160 


1 


(11) 


0.6311 


0.6812 


0.0001+ 


0.0000 


«— 


2.6 


160.100 


(12) 


0.6311 


0.6811 


0.0000 


0.0000 


•— 


2.6 


160,100 


(18) 


0.6311 


0.6346 


0.0086+ 


0.0013+ 


2+ 2 


2.6 


15U.1IJ0 


(14) 


0.6811 


0.6348 


0.0087+ 


0.0014+ 


2+ 2 


2.6 


15'M(0 


(15) 


0.6811 


0.6383 


0.0072+ 


0.0026+ 


6+ 5 


2.6 


16!>.1(J0 


16) 


0.6311 


0.6368 


0.0067+ 


0.0021+ 


5+ 6 


2.6 


i&\n:io 


17) 


0.6311 


0.6376 


0.0066+ 


0.0023+ 


10 + 10 


2.6 


200. HiO 


(18) 


0.6311 


0.6896 


0.0084+ 


0.0080+ 


10 + 10 


2.6 


20Ojro 


(19) 


0.6811 


0.6306 


0.0086+ 


0.0081+ 


60+ 6 


2.6 


250,H10 


(20) 


0.6811 


0.6889 


0.0078+ 


0.0028+ 


60+ 6 


2.6 


250,UK> 



* Probably less than 1 gnn. 
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Ao^fT^ ^^^^^^^^ ^ a very Uttle hydrochloric 

^"^AreP^'^ 1 «^y *^vite ammonia (the operation 

w "toeate^ 8«^«"^ tixKxes:) with a view to improving the 

issS^ conditio'^ oi tix© precipitate, and this treatment 

'^^<!«^ed, o* co^*^» * small amount of ammonium chloride, 

Tbftbly ^es* **° *A ^^f^- It will be observed that errors of 

^ eas aPP®*" in all o' tfciese determinations, those being the 

I^atest i» *^® expeximeixta in which the largest amounts of 

^e ammow^ ^^ ^e^^ present. 

In the e^P®^^®^ ^* section B the manipulation was so 
eh&nseA, that, the supernatant liquid was poured off (through 
the filteriBg crucible ^wliicli was to be used subsequently to 
coUect the phosphate) after the precipitate had subsided and 
the insoluble phosphate was dissolved in hydrochloric acid and 
6roueht down again, after dilution, by the addition of a faint 
excess of dilute ammonia. By thus removing the supernatant 
liquid after the fiist precipitation, the excess of the precipitant 
and th.e amounts of ammonium chloride orginally present were 
reduced to relatively low limits, so that their effects in the 
reprecipitation were at a minimum, and by adding varying 
amoixnts of ammonium chloride, or none at all, before the 
reprecipitation, it became possible to demonstrate the individual 
effect of that reagent apart from that of an excess of the 
ndcrocosmic salt. It will be noted that in experiments (11) 
and C12), in which no ammonium salt was added after the 
decantation from the first precipitate, the results are ideal, and 
that tlio errors of excess advance as the amounts of ammonium 
salt present in the final precipitation increase. The quantity 
of tbe ammonium salt present during the first precipitation 
does not influence the error in the final precipitation unless it 
is so laxge that a simple decantation of the supernatant liquid 
would naturally leave an appreciable amount of it to act when 
the second precipitation takes place. 

It i^ plain that the errors of excess which appear when 
either the ammonium chloride or the soluble phosphate is 
present in considerable amount, must be due either to mechan- 
ieal inclusion on the part of the highly crystalline precipitate. 
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or to yariation in the ^S^^^^^xxxxx magneaum phosphate from 
the ideal constitutioii t^^**^^ a condition represented by a 
phosphate richer in anii»^^ and correspondingly deficient in 
mj^esium. If any app^^^ble amount of the ammonium 
chloride present were held by the precipitate, it would natu- 
rally be represented by magnesium chloride after ignition, but, 
in no one of these experiments, even in those dealing with 
sixty grams of ammonium chloride, did the residue, after dis- 
solving in nitric acid, give with silver nitrate evidence of the 
presence of more than a mere unweighable trace of chloride. 
A special experiment, moreover, in which an attempt was 
made to determine the silver chloride precipitated from the 
solution in nitric acid of an unignited precipitate thrown down 
by microcosmic salt in presence of sixty grams of anunonium 
chloride, confirms this conclusion : the precipitate was unweigh- 
able. If ammonium chloride present in the solution to so 
great an amount is not included in the precipitate in signifi- 
cant quantity, it would seem to be unnatural that the micro- 
cosmic salt should be included mechanically in any very great 
amount But unless the microcosmic salt was mechanically 
included, the increase in weight must be due to the chemical 
influence of the reagents — that is, to the production of a 
phosphate rich in anunonium and deficient in magnesium. 
Berzelius* recognized the existence of such a phosphate of 
magnesium; but Wachf in following the work of Berzelius, 
failed to find it. It would be natural to expect its formation, 
if ever, when the precipitating phosphate is in excess and 
ammonium salts are present in abundance, with free ammonia. 
Obviously the natural effects of all these reagents would be 
toward tie production of a salt holding more ammonia and 
more phosphoric pentoxide for a given amount of magnesium. 
The results of the table seem to point strongly to such ten- 
dencies, and, by inference, toward the existence of such a 
compound. Thus in experiments (11) and (12), in which the 

» BeraeUui, Jahresbericht, 8. Jahrgang (1824), tlbewetit von C. G. Gmelin. 
s. 02. 
t Schweigger, 1830, Band 29, s. 266. 
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* tjBS excess o* ^- • i* j 

pQ^ ^'^ Vifeloto tK microcosmic salt was lemoTed 

j8can.»^°'*.^g .was t^^^*^^**^ precipitation, while no am- 
• « cblo^ k»^^aent excepting the small amount 

""TL ^« 80^^^^'^^^^ >^pi^ipitation of the first precipi^ 
"^Z^'VT^ In experiments (13) and 

^^. (15^ ^ ^ V^^> and (18), aU similar to (11) and 

/m excepting ^^ ^Damoiiium chloride was present, the aver- 
enots (+0-0^^^ gnxi. in terms of magnesium phosphate, 
!^ 0064 g*^'» +^'^^'^*» ^^^spectively) increase as the ammonium 
KVoiid© is increased in tbe final precipitation. In experiments 
rl91 and (20)^ ^ wliicli the ammonium chloride amounted to 
sixty grams in the first precipitation and to five grams in the 
second in addition to the amount that would naturally remain 
after decanting the strong solution of the former precipita- 
tion, the rimilarity of this error (+0.0082 in the mean) to 
that of the experiments in which smaller amounts of the 
ammonium chloride were used throughout goes to show that 
only the amount of ammonium salt present in the final pre- 
cipitation counts. Further, a comparison of corresponding 
experiments of A and B shows very plainly that the treatment 
^which involves the removal of the large part of the micro- 
cosmic salt, the solution of the precipitate, and reprecipitatiou 
tends to reduce the higher indications. Thus, for example the 
error in (2) and (8) is +0.0124 gram in terms of magnesium 
pyrophosphate, while in (18) and (14), similarly carried out 
except the decantation of the excess of the precipitant, solu- 
tion and reprecipitation, the error is +0.0036 grm. 

The special influence of free ammonia during precipitation, 
was investigated in the following experiments. Definite 
volumes of the magnesium nitrate solution were drawn from a 
burette into a platinum dish, ammonium chloride — 10 grm. — 
^^eas added, the magnesiiun was brought down by dilute 
ammonia in presence of microcosmic salt, and strong ammonia 
equal to one-third the volume of the solution was added. The 
solutions, after standing, were filtered off on asbestos imder 
pressure in a perforated crucible, and the precipitates were 
^^^asbed with ammonia diluted to the proportion of three parts 
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of water to one of BjaxxxC>ma^ ^^^ ^^^ moiBtening with a 
drop of saturated solutioxx ^^ ainxQ^^j^Q nitrate, ignited and 
weighed. The lesnlts are g^^eti i^ experiments (1) and (2) of 
Table IV. In these determinationfl the mean error reaches 
+0.0198 gnn. in terms of magnesium pyrophosphate; while 
in experiments (8) and (4), made similarly excepting that the 
supernatant liquid was decanted from the precipitate first 
thrown down, the precipitate dissolved in hydrochloric acid, 
and after dilution leprecipitated by dilute ammonia imme- 
diately supplemented by enough strong ammonia to make one- 
fourth the volume of the entire solution, the error amounts in 
the mean to +0.0061 in terms of the pyrophosphate. 



TABLE IV. 



Bxp. 




'fese' 


Error in 
temuof 
Mg,P,0^ 


Error in 

terms 

oCMgO. 


NH«C1 
prMMit. 


HNalTHiPOt. 
iHsOn^ed/ 


YobniM. 


(1) 
(2) 

(8) 


grill. 
0.6311 
0.6311 

0.6311 
0.6311 


gnn. 
0.6603 
0.6606 

0.6898 
0.6861 


gun. 
0.0192+ 
0.0194+ 

0.0082+ 
0.0040+ 


gnn. 
0.0069+ 
0.0070+ 

0.0029+ 
0.0017+ 


gm. 
10 
10 

10.- 
10.- 


gnn. 
2.6 
2.6 

2.6 
2.6 


cm* 
200 
200 

200,100 
200,100 



In experiments (1) and (2) the precipitate was influenced by 
an excess of microcosmic salt, ammonium chloride, and free 
ammonia in large amount; in experiments (8) and (4), by 
decanting in the manner previously described, by dissolving 
the precipitate, and reprecipitating, the effects of an excess of 
microcosmic salt and ammonium chloride are reduced to a mini- 
mum, and, in a comparison of the results with those of experi- 
ments (11) and (12) of Table III the tendency of the free 
ammonia comes to view. The results discussed seem certainly 
to point to a general tendency on the part of free ammonia, 
ammonium choride and excess of the phosphate to produce a 
salt rich in ammonia and deficient in magnesium, which for a 
definite amount of magnesia precipitated must leave upon igni- 
tion a residue weighing more than the normal phosphate. 
If it be assumed that a salt of the symbol (NH4)4Mg(P04), 
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--the next natural st^p *» tHe xxoirrxial salt, NH^MgrO* — 
is present in the precipito^* ttxe xresidue which such a salt 
^ould leave upon igniUou woxila. \^ the metaphosphate 
%(P0,),. From the relaUons of tixe symbols for magnesium 
PJ^phosphate and magnesium met^Lpliosphate the weight of 
^^ residue obtained, and tlie ^weiglit of the pyrophosphate 
^^^oretically derivable from tlxe >?sreight of magnesium salt 
^^*^^i it is possible, of course, -to oalculate the proportionate 
^^■•^^Imts of pyrophosphate and. naotaphosphate present in any 
i^^ted residue. Proceeding iix ttiis manner, it appears that, 
ill Older to account for the va.Tr\a.tdoiis noted, it is necessary 
t(y ^^ume the presence ui ma.xxy cases of very considerable 
g— i^ounts of the metaphosplxato. Thus, in the case of those 
-tilts obtained according to tixe usually accepted method of 
^^^^ipitating and washing ^wl-tlx strongly ammoniacal liquids, 
7^^.^ m experiments (1) and (^2) of Table IV, the proportion 



yJi metaphosphate needed to atccoxint for the observed error 



CJ^^chea ten per cent. 



Precipitation hy Excess <>f the Magnesium Salt. 

The relations which obtaaxx in the reverse process of pre- 

. i^^qh the action of an excess of the magnesium salt 

a soluble phosphate — — ^were studied in experiments to 
^^described. A solution of pure hydrogen disodium phos- 
^te was prepared by carefully recrystallizing the pure salt 
^4 ommerce five times from distilled water in a platinum 
dish ^solving the crystals, and diluting to definite volume. 
The standard of the solution Avas estabUshed by evaporating 
to dryness in a weighed platinum crucible known volumes 
of tS solution, igniting tlxe residue and weighing the sodium 
Dvrophosphate. Magnesia mixture, the precipitant, was pre- 
pared by dissolving fifty-five grams of magnesium chloride 
L as Uttle water as possible and filtering, mixing with this 
solution twenty-eight grams of ammonium chloride purified 
bv treating it in strong solution with bromine water and a 
Bhght excess oi ammonia, filtering, diluting to one Uter, and, 
after standing for some hours, filtenng again. 
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The tests of the following table show that the precipitation 
of a soluble phosphate by the magnesia mixture is practically 
complete in faintly ammoniacal solutions even when veiy 
dilute and chaiged with large amounts of ammonium chloride, 
provided the magnesia mixture is present in sufficientiy large 
excess. 

TABLE V. 



P|Og In mraaPO« 
ttikan. 


Magnada 
mlzsmv. 


VolniM. 


NH«CL 




gim. 


emt 


em> 


gim. 




0.0006 


10 


100 




At onoe throngboiit 


0.0006 


60 


100 


, , 


the Uquid. 


0.0006 


10 


100 


10 


« 


0.0006 


10 


200 


60 


M 


0.0001 


60 


260 


00 


M 


0.0001 


10 


100 


. , 


(4 


aoooi 


10 


100 


10 


U 


0.0001 


60 


200 


10 


M 


aoooi 


10 


260 


00 


« 


0.0001 


60 


800 


00 


After lettling oat 


0.0001 


60 


600 


60 


M 



This conclusion was further substantiated by an actual test 
(by the molybdate method) of the ignited residue, obtained 
by evaporating a filtrate from ammonium magnesium phos- 
phate (equivalent to 0.8614 grm. of the pyrophosphate) 
precipitated by a faintly ammoniacal solution of magnesia 
mixture in presence of 60 grm. of ammonium chloride, 
which gave a precipitate of ammonium phosphomolybdate 
yielding 0.0002 grm. of magnesium pyrophosphate. It is 
evident, therefore, that any considerable deficiencies of weight 
of the magnesium phosphate obtained by precipitating equal 
amounts of a soluble phosphate by magnesia mixture in 
presence of varying amounts of ammonium chloride, cannot 
be attributed to varying solubility of the magnesium phosphate 
under changing proportions of tixe ammonium chloride. 

The results recorded in section A of Table VI were obtained 
by treating definite volumes of the pure solution of hydrogen 
disodium phosphate with magnesia mixture, in slight excess 
above the amount required to bring down the phosphate, and 
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^^f,S^^^^^ YO^^ After thorough 

^i^tlv ai!!" '^ W3^r^^ T>W^ filtered off on asbestos under 

^^^te a?^^^5^^ Ane^a ^ ^^^ ^^^ible, washed in ^vate^ 

^^ ^^^s^^^^^r^ ^Snit^d and weighed In expert^ 

V^rtion^ ^ ^ :^w . ^ ^ ^^ ammonium chloride present m 

Pr^ipitate 2^ ^S^ T^ ^^ed; in the other ca^s weighed 



N^^ suj^eiTza*^^^^ 1 JT experiinents of section B, the 

by ^^nuz2oi2i^ T^^j. V^ .T ^ ^hydrochloric acid after filtering off 
fe^periiQex,^ ^^^^. ^?^^ ^W^uglit down again in dilute solution 
^^^ ^ond^ T:k* ^*^^<it e:s:cesa, and thereafter treated as in tho 
^^ ^© ^^^^^^:^ section A^ The experiments of section C 



iXEa 



to (1), (5) and (6) of A excepting 
laaixture was introduced into the am- 




o.Bsex 

^2 \ O.OBOe 

a \ O.OB^T 

&^ \ 0.0B30 

►2 \ O.OSXX 




O.0002- 
O.0000 
O.OOlIt^ 
0.0054- 

O.0010+ 

o.ool4^- 

O.OOOJj- 
0.0022- 
0.0011- 



(fTtn. 

0.00005- 

O.OOOfX) 
0.^jtK>^;ti— 

O.OOO^EM- 
0.00039+ 
0.000 u- 
o.oooe2- 

O.0O116- 



150 
200 
200 
300 

100 
100 
200 
200 
300 



grm* 
1.63 
1.68 

im 

1.68 

0.28 
0.28 
0.28 
0.28 
0.2S 



'id 
20 
50 



20 
20 
60 



3.3 

a.3 

3.ft 
3.3 

0.65 
0.66 
0.56 
0.55 
0.66 



B 



O.BXa-4 
O.B6\3 

0.8487 

0.0866 
0.0656 
0.0868 
O.O810 



O.000B+ 
O.OOOti- 
0.0087- 
0.012B- 

0.0003+ 
0.0004 4^ 
0.0001 + 
0.0033^ 



0.00008+ 
0,00006- 
0.00103- 
0.00368-^ 

0.00008+ 

o.mx)ii+ 

0.0()0(i^+ 
0.0(X)02- 



150.100 
loO.OOO 
200,100 
200.100 
lOOJOO 
lOOJOO 
160.100 
200,100 



l.CB 

im 

1 r^8 
L68 

0,28 
0.28 
0.1» 
0.28 



,60 

10,10 
20,20 



S3 

3.3 
3.3 
3.3 

0.56 
055 
0.66 
0.55 



0.8071 
0.8062 



0.0040- 
0.0060- 



000112- 
0.00165- 



120 
120 



1.4 
1.4 



2.75 
2.75 



1 
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moniacal solution of the phosphate diop by diop from a 
burette. The precipitations in A, B, and C were proved to 
be practically complete ; for by treatment of the filtrates with 
more magnesia mixture and standing, no more than a trace 
— 0.0001 grm. at the most — of the phosphate was found. 
The ignited residues never contained more than a mere trace 
of chlorine. 

While the results are not entirely regular, the tendency of 
the ammoniiun salt to produce errors of deficiency in propor- 
tion to its amount is plain if we compare among themselves 
the experiments of A upon similar amounts of phosphate, and 
then those of B upon similar amounts of phosphate among 
themselves ; and by a comparison of corresponding results in 
A and B it is clearly shown that the presence of an excess of 
magnesia mixture tends to counteract more or less completely 
errors of deficiency due to the action of the anunonium chloride. 
These facts are quite in harmony with the hypothesis that the 
ammonium salt tends to produce an ammonium magnesium 
phosphate richer in ammonia and phosphoric acid and poorer 
in magnesia than the normal salt NHiMgPOt; for, though 
the production of such a salt in presence of an excess of the 
soluble phosphate compels the combination of a definite 
amount of magnesium with more than the normal amounts of 
phosphoric acid and ammonia (as was the case in the former 
series of experiments), when the supply of the soluble 
phosphate is limited the amount of magnesimn associated with 
it must fall below the normal (as is the case in the present 
series of experiments). Moreover, the behavior of the 
precipitant is quite in accord with the hypothesis ; for, though 
the influence of an excess of the soluble phosphate would 
naturally tend (as was observed) in the same direction as that 
of the ammoniimi salt and free ammonia, viz., to the production 
of the phosphate deficient in magnesium, the tendency of an 
-excess of the magnesium salt must obviously be to increase 
the amoimt of magnesium in the phosphate, as was observed 
in the experiments of Table VI, The hypothesis fits the facts, 
therefore, on both sides; and, if precipitation is practically 
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® ^^^^ Vc^xx^i ;;^ formal salt m magnesium — 

^eterminatioTt o/ ilfd^^^^mwi and Phosphoric 

the teudecr vl^^^^^r^ 

of Table rS^ ^^^^ magtiesxum by the procedure in ordinary use, 

"^^e CO Ki -...^^^^^g — ^ as is shomi in experiments (1) and(2) 

ammoiiij^/^'^X:^ *^^^^^ l^^igli plus errors, and tlie error is due 

axid Q2) ^^^iT^ effects of excesses of the precipitant, the 

tendet^Q^^ ^^^ ^ aixd fi^^e ammonia. The expeiimenta (11) 

off % ^^ t>f^ ^» Ta.ble HI, show conclusively tlmt such 

snlmu ^^;t^^^ ^rror may be counteracted effectively by pouring 

tate siK^^*^^::^^ ^^^nata.ix-t Uquid (through the filter to be used 

. , . ^^^^^ ^^ <5olleet the precipitate) as soon as the pi^ecipi- 

Ol nydra^l^^^^ ^>^ <iissolArixxg the phosphate in the least amount 

M ^ ^^t^^^^^^ stoid, bringmg it down again, after dilution, 

' " .^^ ^^^OGss of ammonia, filtering (best, we think, on 

^^^^^:*idoTr X>^>::^tis\ire), washing with faintly ammoniacal 

^S^^^tiixg as usual. 

aars a^o* a, method of precipitating the ammomum 

^ — «■ pl^osx>Viivte was advocated by Professor Wolcott 

^k.cii ooxxsists^ essentially, in boiling the solution of the 

ssLl-fc "WTLtti microeosmic salt and ailding ammonia 

^ig^ SLTxd by which most exact aim,lytical results 

.^^inedl. 0\xr experience confirms completely that of 

j^X ^wo Aesii-e to direct attention again to a procedui^ 

i^t£tgo of i^lnch has, unfoi-tunately^ not been broadly 

-^d. CLCce-pted, Even in the presence of considerable 

^i. aanmioiiium cldoride this process yields a phosphate 

o^^i^3^^ ideal constitution if only the boiling he prolonged 

r^ ^^5^^^ to five minutes. The greater part of the ammonium 

Vc ^'Sw^^^-v^ pbo&pbate — about 90 i:>er cent — forms in this 

^^^^ -^iore fi-ee ammonia is added, and the ammonium 

^^^'^^^^c.*^^ ^^exs the phosphate thus formed is derived fi'om the 

^ ^cy • Am, Jour, Sci. [3], t, 114. 
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microcosmic salt, which must become correspondingly acidic. 
IjDder these conditions, the tendency to form an insoluble 
ammonium magnesium phosphate richer in ammonia and poorer 
in magnesia than the normal salt, does not develop. In the 
process of Gibbs, as well as in the modified precipitation 
process in the cold, the use of the faintly ammoniacal solution 
and wash-water is sufficient and advantageous. 

In the precipitation of a soluble phosphate by magnesia 
mixture the tendency of the precipitant and that of the 
ammonimn salt are antagonistic, so that the effect of the latter 
salt is somewhat masked, though manifest. This opposition 
of effects has been noted by Mahon,* who, though regarding 
tlie actual attainment of an exact balance as uncertain, ventures 
the opinion that accurate results should be attainable by the 
careful relative adjustment of the proportions of the precipitant 
and ammoniimi ssdt. Mahon claims to get the best results by 
a very gradual addition of magnesia mixture to the ammoniacal 
solution of the phosphate containing about sixteen per cent of 
ammonimn chloride, strong ammonia being added subsequently. 
From our observations, however, recorded in section C of Table 
VI, it appears that the method of introducing the magnesia 
mixture gradually into the ammoniacal phosphate (taken in 
quantity sufficiently large to give unmistakable indications) 
pixxluces a precipitate deficient in magnesium and so leads to 
errors of deficiency in the phosphorus indicated. The use of 
strong ammonia, moreover, we have shown to be both unnec- 
essaiy and disadvantageous. Our experiments go to show that 
good results may be expected when the solution of the phosphate 
containing a moderate excess of the magnesium salt and not 
more than five to ten per cent of ammonium chloride is 
precipitated by making it slightly ammoniacal, the precipitate 
being washed in slightly ammoniacal wash-water. In general, 
however, and especially when more anmionium chloride than 
thiB proportion, or more magnesimn salt than twice the amount 
theoretically necessary, is present, it is safer to decant the 
supernatant liquid from the precipitate (through the filter to 

* Jour. Am. Chem. See, xx, 445. 



^fA 



^jfSSIUM JPfl^o^jp 



Bate of analysis. 



205 



. ^x^ois^ y.^^^ ^ ^ol^ ^^ phosphate), to dissolve the 
^"^i^^ ^.! ^^.^r^^J'^^^ric acid, aiid reprecipitate by 



^r? «IPJ^^^ y ^^ ^^^ ^ai^tly ammoniacal wash-water. 

?n^^ fijs^ P^^^^ of the work described above, 

V ^eT* ^^ ^**^Titioii to the fact that the influence 

f Lvuxot^^ ^^ amnioniini^ g^ts upon the constitution of the 

InmoBi^^ toagaeaiviin phosphate obtamed in determining 

Vi sbhotic a^^^ "®^ V>eexx previously pointed out by him in a 

^ t)CTt d^^^^^ ^Daethods for the estimation of that acid. 

We tak® pleas^^i^^ tlierefore, in conceding to Nenbauer full 

TioTity ^ ^^ o»bs©xvation of the efEect wliich we have 

endeaVOTed to ovexcoine in the determination of magnesium 

and oi phoBplxoTic acid. 

*■ Zeitschr. anorg. Chem., zzli, 102, 
t Zeitschr. anorg. Chem., ii, 45. 
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THE INFLUENC5E OF HYDEOCHLOEIC ACID 

IN TITEATIONS BY SODIUM THIOSULPHATE WITH 

SPECIAL EEFEEENCE TO THE ESTIMA- 

TION OF SELENIOUS ACIDS. 



By JOHN T. NORTON Jb.« 

In the method of Norris and Fay f for the iodometric deter- 
mination of selenious acid, advantage is taken of a direct 
and unique action of sodium thiosulphate upon selenium 
dioxide in the presence of hydrochloric acid. Most excellent 
results are claimed for this method; but the explicit state- 
ment of the originators of the method, that the amount of 
hydrochloric acid present does not influence the result, pro- 
vided the titration is made at the temperature of melting ice, 
is so extraordinary in view of generally accepted ideas in 
regard to the interaction of hydrochloric acid and sodium 
thiosulphate, as to suggest the necessity of careful investiga- 
tion of this point. 

PickeringjJ in his investigation of the reaction between 
iodine and sodium thiosulphate, has shown that more iodine 
is required to oxidize the thiosulphate as the proportion of 
hydrochloric acid increases. He ascribed this effect to the 
formation of a sulphate, apparently, by the increased activity 
of the iodine, but the more rational explanation is that, 
although some sulphate is ultimately formed, the thiosul- 
phate is first partially decomposed into free sulphur and 

• From Am. Jour., Sci. vii, 287. 

t Am. Chem. Jour., toI. xviii, p. 708. 

t Jour, Chem. See, toI. xzxrii, p. 185. 
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also mention the 



-^pnxtt a\ « *^ TITl 

The^^^^^^^fe^ «^1^^ ^o^^ 

^^ **^eQ iT ^^wM**-^ >ls^ ^^^ ^°^"™ thiosulphate. 
y runni^^ *x^^^, dsomoTxxift.i ^^ *^ foUowing experiments 
i^^' «»e T^i,^^^ ^ «.pp^, solution and was standardized 
n^ ^^°*^^ o£wUcixbar^^*«;yd««i"«n°^ solution of 
~7®? ««Bfl/o/^^ arseniox^r^ P^^ determined by comparison 
^^»^oz,« ^^^V^^^^ous ^i^ ^^ ^^ ca^full/resub- 

of^^ Oo ^ ^^^' ^ ^e experiments of TaWe I the 
^^"^^?^^ ^^^^^^^^ously and kept at a temperature 
^^^^2^^- T^;* ^^"^^ *^« thiosulphate ran Lto the 
^^^ i6e ^ ^^ The volume of the solution, though fixed at 

"^^^r^i ^"^^ **^® table was considerably increased 
on \yy ^g melting of the ice. Titrations 




.^j^'*^*^*®^^ ^■s lapidly as possible to avoid the separation 

■<H«» ^'^T^,^--^* ^^ict is likely to occur, especially when the acid 

<^ -sSs^ ^P^ate are present in large quantities. A perusal 

,SB^'^^%jV® a^ows that the influence of the hydrochloric acid 

<jJL '(S^*^ e t^os^P^te depends chiefly upon the amount of 

izpc!^ Chem., 6. Aufl, p, fflO. f Titrinnethode, 0. Aufl., p. 279. 
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the thiosulphate present and afterwards upon the degree of 
dilution and its own absolute quantity. Thus when 80 cm* 
of sodium thiosulphate were employed the effect of 10 cm* 
of acid is marked at all dilutions within the range of the 
experiments; the effect of 5 cm* of acid is inappreciable only 
at a dilution of from 400 to 500 cm*, and when 1 cm* of acid is 
employed the effect is only perceptible at a volume of 100 cm*. 
When 26 cm* of the thiosulphate were used the influence of 
the acid is less marked; for at a dilution of 500 cm* the 
effect of 10 cm* of acid is not seen, and 20 cm* of the thio- 
sulphate may be present at any dilution down to 100 cm* in 
the presence of as much as 10 cm* of the acid, and even 
considerably more, as experiments not included in the table 
indicated. 

The slight discrepancies which appear occasionally in the 
table were due, no doubt, to unavoidable differences in the 
time of action. 

This influence of time upon the reaction between sodium 
thiosulphate, iodine, and hydrochloric acid comes out clearly in 
the following series of experiments, in which the thiosulphate ' 
was run into the acidified water, cooled to a temperature of 
from to 5** C. by means of ice, the solution being allowed 
to stand 5, 10, and 15 minutes. Sulphur was thrown down 
in nearly every case. 

TABLE n. 



Volume of 
the Uqoid mt 
be^rinning of 


HCl 

(sp.gr. 1.12) 

present. 


y«hB,0. 
epprozl- 
metely. 


Volmne of ^ Iodine oiied in titrttkioii after standing. 


Smlnntea. 


10 minutes. 


ISminntes. 


om» 
200 
200 
200 


10 
10 
10 


cm» 
30 
26 
20 


cm* 
80.80 
26.60 
20.80 


cms 
81.80 
26.00 
20.70 


om> 
S2.82 
26.80 
20.68 



The results of the table emphasize sufficiently the necessity 
of proceeding as rapidly as possible with the titration of 
sodium thiosulphate by iodine in presence of hydrochloric 
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«iid, when the ^o«^P^^^^ P^s^xxt m conaiderahle amount. 
As would be expected, me ettect of temperature upon the 
reaction is also maiked. In t^e f orio\nng experiments the 
«otilum thiosulphate -was run in.to the acidified water, pre- 
viously heated to ihe temperatxtr© indicated, and then titrated 
"^th iodine. „ . ^ 



\ 


YbbniMof 
liquid at 
begbming 

of 
titrmtUm. 


HOI 


'^ssss^ 


N148J0, 
^tak«. 


Volume of^ 

iodine naea 

in titntionB at 

diiferent 
temperatmet. 




cm» 


out* 


C- 


em* 


om* 




400 


10 


eo 


26 


23.52 




400 


10 


220 


26 


28.78 




400 


10 


340 


26 


24.86 




400 


10 


4^io 


26 


24.5 


1 400 


10 


&40 


26 


26 




I 400 


10 


e^o 


26 


26.1 



^lom these results it is plairx "tliat the conditions under which 
^onaideTable amounts of sodiioni thiosulphate are titrated in 
^ntesence of hydrochloric Cbold must be carefully guarded 
^hen accuracy is a coiisicLeira.t5ioii. It is also apparent that 
• all cases tie temperatixro sliould be reduced as nearly to 
ao c as possible and rapi<iii>y of titration by the iodine is 
essential. So long as t>l:xo thiosulphate present does not 
ceed 20 cm* of the -^g solution, rapid titration in cold 
^lution proceeds with fair xegularity in presence of hydro- 
chloiic acid up to 10 cm» of the acid of sp. gr. 1.12. When, 
however, the amount of tiiiosulphate is greater than 20cm« 
f the •* solution, car© as "to the restriction of the acid and 
dilution^of the solution Toecomes a necessity. Fortunately, 
in most analytical processes involving the use of the thio- 
sulphate it is possible to add that reagent from the burette 
to the solution to bo acted upon, so that it is destroyed 
normally as fast as it is introduced and the danger of inter- 
action mth the acid does not occur. In the process of Norris 
and Eay, ixo^evex, the method mvolves the addition of an 
excess of tlie tfcaosuip^te to the solution of selenious and 
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hydrochloric acids, and thus the conditions prevail which 
demand care as to the relation of the acid, the thiosulphate 
and the degree of dilution. I have experimented, therefore, 
with this process under varying conditions. 

The process of Norris and Fay for the iodometric determi- 
nation of selenious acid consists briefly in treating the solution 
of that acid in ice water, in the presence of hydrochloric acid, 
with an excess of a xV solution of sodium thiosulphate and 
titrating back the excess of the thiosulphate with iodine. 
Four molecules of sodium thiosulphate act, apparently, upon 
one molecule of selenious acid according to a reaction which 
the authors propose to study. 

The selenium dioxide used was made by dissolving presum- 
ably pure seleniimi in nitric acid and evaporating to dryness. 
The residue was then treated with water, and a little barium 
hydroxide was added to remove any sulphate which might be 
present. The solution was then filtered and the filtrate 
evaporated to dryness. The residue was mixed with four or 
five times its volume of dried pulverized pyrolusite, and 
the whole was put into a porcelain crucible and heated. The 
sublimate of seleniimi dioxide was carefully collected on a dry 
watch-glass and put into a drying bottle as quickly as possible. 
The pyrolusite prevents any reduction of the selenium dioxide 
to selenimn and the product consisted of beautiful long white 
needles. This method of preparing the selenium dioxide, 
which has been used for some time in this laboratory, avoids 
contamination of the seleniimi dioxide by nitric acid or water, 
resulting from the decomposition of the latter, which would 
be possible in case this reagent were employed in the final 
sublimation, as is recommended by Norris and Fay. The 
hydrochloric acid used was of a sp. gr. 1.12, as recommended 
by the originators of the process. For the experiments of Table 
rV the dilution at the beginning was fixed at 400 cm^ and this 
was increased in every case by the melting of the ice used to 
cool the liquid. A glance at the preceding part of this paper 
will show that at this degree of dilution the hydrochloric acid 
present has the least effect. 
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TABT.E IV. 






-\ 


Amount \ 




Volmne 
at begin- 
ning of 
titration. 




SeOi found. 


fiFTOr. 


i\\ 


gnn. ] 
0.0616 


1 colt 

\ '0 


em* 
400 


2.2B 


0.0025 


gnu. 
0.0009+ 


1 ^^ 


i 0.0628 


\ 10 


400 


7.11 


0.0631 


O.00OS+ 


\ *\ 


\ 0.050B 


\ 10 


400 


11.4 


0.0&11 


0.0008+ 




\ 0.0687 


\ 10 


400 


12.8 


0.0604 


0.0007+ mean. 


\ 0.08O7 


I 10 


400 


16.8 


0.0813 


0.0006+ 0.00006+ 


\ W 


I 0.0688 


1 ^0 


400 


20.86 


0.0688 


0.0006+ 


\ H) 


\ 0.0682 


26 


400 


1.11 


0.0686 


0.0003+ 


I ^»1 


1 0.0779 


I 26 


400 


1.86 


0.0788 


0.0009+ 


\ w 


\ 0.0466 


1 " 


400 


18.98 


0.0469 


0.0004+ 



These results, while not so good as those obtained by Norris 
and Fay, are satis&ctory and show that at this degree of 
dilution the process is accurate. These results accord closely 
with those contained in Table I. At a dilution of 400 cm^ or 
in the presence of only 20 cm^ of sodium thiosulphate in 
excess the hydrochloric acid present had no perceptible effect. 
Of course, it must be kept in mind that the hydrochloric acid 
acts only upon the excess of thiosulphate which is not taken 
up by the selenium dioxide. The slight constant plus error 
in these results cannot be accounted for by errors in the 
standards; they were all carefully determined. Another 
preparation of selenium dioxide was made, starting with pure 
selenium carefully precipitated by sulphurous acid, before 
putting it through the course of treatment previously described, 
and the results obtained by the action of the sodium 
thiosulphate recorded in Table V agree closely with those 
of the preceding table. 

TABLE V. 



Kxp. 


Anunmt 
8eO, 


HGl 

'ail- 


HjOat 

beginning. 


NaAOiln 
exoeaa. 


BaOi found. 


Error. 


(2) 


grm. 
0.0662 
0.0661 


om* 
10 
26 


cmt 
400 
400 


cmt 

9.62 

11.20 


gnn. 
0.0666 
0.0666 


gnn. 
0.0004+ 
0.0004+ 



The next step was to determine the effect of diminishing the 
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dilution and of vaiying the strength of acid. The f oUowing 
table gives the results of my experiments. 

TABLE VL 



Xxp. 


Amomit 
ofBaO. 
takMi. 


Volnme 

ofH,0 

St begin. 

nlng. 


HOI 


EzOMSOf 

NM.O,. 


BeOt 
taken. 


Bnor. 


(1) 
(2) 

(8) 
(4) 
(5) 
(6) 
(7) 


grm. 
0.1042 
0.0611 
0.0860 
0.0767 
0.0640 
0.0674 
0.2416 


em* 
200 
200 
200 
200 
200 
800 
400 


emt 

6 

10 

10 

26 

26 

6 

6 


24.16 

18.8 

21.9 

18.07 

21.02 

10.04 

16.9 


gm. 
0.1041 
0.0611 
0.0828 
0.0749 
0.0622 
0.0679 
a2424 





It is apparent that at the dilution of 200 cm' we run into 
difficulties, and the greater the excess of thiosulphate present 
the greater is the error. When the amount of sodium 
thiosulphate exceeds 20 cm' a reduction in the amount of acid 
to 5 cm' is plainly of advantage, as is shown in a comparison 
of Exps. (1), (8), and (5), and is not disadvantageous at 
larger dilutions and with smaller amounts of the thiosulphate, 
as shown in Exps. (6) and (7). The necessity of placing 
some limits on the method of Norris and Fay has now, I 
think, been established. The excess of the thiosulphate must 
be carefully regulated, as well as the temperature. If one has 
knowledge of the approximate amount of selenious acid in 
solution, this is not a matter of great difficulty, and things 
should be so arranged that no more than 20 cm' of the ^ 
thiosulphate should ever be present in excess of the amount 
necessary to reduce the selenious acid. If this Umit — 
amounting to 0.0400 cm' of SeOf — is placed upon the 
thiosulphate, so much as 10 cm' of hydrochloric acid (sp. gr, 
1.12) may be present without endangering the accuracy of tiie 
process, provided the solution is diluted to 400 cm' at the 
outset; if only 5 cm' of hydrochloric acid are present, 
the volume at the beginning may be reduced with safety to 
200 cm'. At all events, 5 cm' of the hydrochloric acid are 
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amply suffideiA \d AC^Wtw ^* *^® reaction between the 
thiosTilpbatB anfli ^e ^*^\Jx ^ ^* ^^y dilution within the range 
of my experimenlB. ^ ^ ^ precautions taken, the process 
of NorriB and Fay \s ^^ nlt^^^' ^^ accurate ; without them, 
as the experimental ^ * ^i^dicate, errors of considerable 
amount may enter* 

According to the method of Muthmann and Shafer,* the 
determination of seleniouB acid is effected by the simple 
addition of potassium iodide to the acidulated solution of 
selenious acid, and the iodine set free is titrated with sodium 
thiosulphate. In this procedure the thiosulphate is taken up 
by the iodine as it is added to the solution, so that the danger 
of any action between the thiosulphate and the acid is out of 
the question. It was shown in a former paper from this 
laboratory f that this simple method is inaccurate on account 
of the incompleteness of reduction in the cold and in presence 
of the iodine evolved. In a later article also from this 
laboratory X it was shown that selenium may be completely 
precipitated and determined with accuracy gravimetrically 
provided the amount of potassium iodide employed is enor- 
Tuorisly in excess of that theoretically required. This suggests 
naturally the trial of very large excesses of potassium iodide 
in the procees of Muthmann and Shafer. The details of 
experiments made in this manner are given in the following 
table. 







TABLE 


VIL 






Xsp. 


sa 


KI. 


Vol. of 
■olo- 
tkm. 


HOI 


twoL 


Snor. 




gnn. 


gnn. 


emt 


em* 


gnn. 


gnn. 


1) 


0.0663 


10 


160 


10 


0.0668 


0.0006+ 


Si 


0.0674 


6 


160 


10 


0.0667 


0.0007- 


0.0688 


6 


160 


10 


0.0688 


0.0000 


4) 


0.0487 


6 


160 


10 


0.0484 


0.000^ 


(6) 


0.2617 


10 


160 


10 


0.2689 


0.0028- 



• Ber. DUch. chem. Ges., zzrl, lOOa 

t Gk>och and Beynolds, Am. Jour. Sci., 1, 264. Volume I, p. 310. 

I Peirce, Am. Jour. Sd., i, 1806, 416. Volume I, p. 366. 
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It is obvious that for small quantities of selenium dioxide the 
accuracy of the process is very much increased by the use of 
large amounts of iodide, though, of course, the difficulty in 
reading the end reaction due to the presence of precipitated 
red selenium still remains ; but the process is still inaccurate 
when large amounts of selenium dioxide are employed. 



THE VOLATILIZATION OF THE IRON CHLOR- 
mES IN ANALYSIS AND THE SEPARATION 
OF THE OXIDES OF IRON AND ALUMINUM. 

By F. a. GOOCH ahd FRANKE STUABT HAVENS.* 

It is well known that metallic iron is easily acted upon by an 

excess of chlorine at moderately elevated temperatures with 

the formation of ferric chloride, and that the product of the 

action of hydrochloric acid gas upon the metal is ferrous 

chloride. Out of contact with air, or moisture, both chlorides 

may be volatilized at appropriate temperatures — the ferric 

chloride below 200"* C. ; the ferrous chloride at a bright red 

heat. If water vapor, or oxygen, or air be present during 

the heating, both chlorides are partially decomposed with 

the formation of non-volatile residues, ferric oxide or ferric 

oxy-chloride. 

Analytical processes involving the volatilization of iron at 
temperatures more or less elevated, in an atmosphere of chlo- 
rine or hydrochloric acid, have been the object of considerable at- 
tention. Thus, Fresenius,t Drown and Shimer,t and Watt8,§ 
have heated crude iron in chlorine to remove the metal and 
leave the non-volatile constitutents ; and Sainte-Claire Deville|| 
has employed hydrochloric acid to volatilize iron from mix- 
tures of tiiat metal with alumina (obtained by heating the 
mixed oxides of iron and aluminum in Lydrogen acconli 
Rivot),^ exposing the mixture, containvil in a porcelaip " 
and placed within a porcelain tube, U* the bright it 
of a charcoal furnace — an operation which was bette 



• From Am. Jour. Sci., yii, 870. t Zeitechn ftn&l. Chem., i\ 

t Jour. Inst Min. Eng., viii, 618. § Chem, Nowi, iW, 219. 

I Amu Chim. [3], zzzyiil, 28. IT Ami. Chlm, £31, xxx, Wd,. 
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Cooke's* use of a tube of platinum instead of the porcelain 
tube and a gas blowpipe in place of the charcoal furnace. 
Sainte-Claire Devillef showed, further, that ferric oxide may 
be converted to ferric chloride and volatilized at the heat of 
the charcoal furnace if the current of hydrochloric acid is 
sufficiently rapid ; but the curious effect was observed that in 
a sufficiently limited current of the acid no chloride whatever 
was volatilized, while the amorphous oxide was converted to 
the highly crystalline oxide of the same composition — a phe- 
nomenon which gave rise to a theory of the natural formation 
of specular iron in volcanic regions. 

Quite recentiy, Moyer| has made record of an unsuc- 
cessful attempt (in the course of experimentation upon the 
volatility of certain chlorides at comparatively low tempera- 
tures) to convert ferric oxide completely to ferric chloride by 
the action of gaseous hydrochloric acid at about 200® C, At 
this temperature the greater part of the iron subUmed, but a 
residue remained, which, volatilizing neither on long heating 
at 200*^ nor upon considerable elevation of the temperature, 
proved upon examination to be ferrous chloride. In the 
experiments to be described we have acted with gaseous 
hydrochloric acid upon ferric oxide made by igniting the 
nitrate prepared from pure iron deposited electrolyticaUy by 
high currents passing between electrodes of platinum in a 
strong solution of ammonio-ferrous sulphate. The oxide, 
contained in a porcelain boat, was heated within a roomy glass 
tube over a small combustion f umace. The hydrochloric acid 
(generated by dropping sulphuric acid into a mixture of 
strong hydrochloric acid and salt, and dried by calcium chlor- 
ide) entered one end of the tube and passed out at the other 
through a water trap. In early experiments a high-reading 
thermometer was inserted through the stopper in the exit 
end of the tube so that its bulb was above and immediately 
adjacent to the boat carrying the oxide. In this way the 
actual temperatures of the vapors about the boat were fixed 

• Am. Jour. ScL, zlii, 78. t Compt rend., lil, 1264. 

X Jour. Am. Chem. Soc, xriii, 1029. 
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with conaideiabAft ^ ^^ ^\Lr^*^^' ^^^ * ^*^ experience in 
gauging the ©ftefcV. o> ^£pv\s^^^^^^» ^* ^'^ found that the tem- 
peratuies could \)0 \.|gjQ^^^^^ ^^^ closely without actually 
depending upon the **^ 'tua^^*^^' ^® found, as did Moyer, 
that ferric oxide, sublJ^y^ to the action of dry hydrochloric 
acid gas, volatilizes paT^i^y as ferric chloride at low tempera- 
tures — 180^ to 200*" C. — leaving ultimately a crystalline 
residue which does not change visibly when heated for an 
hour or two at 200*", or even at 600% in the pure dry acid. 
According to our experience, this residue is generally slightly 
reddish or sahnon-colored ; but sometimes, especially after a 
second heating, the boat having been withdrawn from the 
tube or exposed to the atmosphere (and so to moisture), the 
residue is white. When it is white it dissolves in water, 
yields the characteristic reaction for a ferrous salt with pota^ 
slum ferricyanide, gives no reaction with potassium sulphocy- 
anide, and upon treatment in weighed amount with potassium 
permanganate destroys the amount of that reagent theoretically 
required for its oxidation upon the supposition that it is fer- 
rous chloride. The slightiy colored residue when treated with 
^water yields a solution showing the reaction of a ferrous salt 
only, but when treated with hydrochloric acid and then tested 
shows the presence of a trace of iron in the ferric condition. 
Doubtless the coloration of the residue is due to an included 
trace of ferric oxide or oxychloride, which after exposure of 
the containing crystals to slight atmospheric action, is more 
easily reached in the second heating by the gaseous acid. The 
amount of residue is somewhat variable, but approximates 
under the conditions of our work to from five to ten per cent 
of the oxide taken : thus, in one typical experiment 0.1 grm. 
of ferric oxide left a residue which (withdrawn after cooling) 
vreighed 0.0115 gnu. 

The greater portion of the ferric oxide volatilizes when 
submitted to the action of the gaseous acid at 200'' quickly 
and abundantiy in the form of the greenish vapor of ferric 
chloride, and if the operation is interrupted at this stage the 
residue which remains is nearly black, insoluble in water, 
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slightly soltible iq cold hydrochloric acid* and readily soluble 
in hot hydrochloric acid with the formation of ferric chloride. 
It is pmbably something analogous to the oxjchloride which 
Kousseau* identifies as the product of the action of water 
upoa ferric chloride at 275'' to 300'', This dark residne 
yields to the action of the hydrochloric acid at 180** to 200"* 
only slowly, but ultimately only the residue which i^ essen- 
tially ferrous chloride remains ; thereafter little volatilization 
occurs within the range of temperature of our experimentatioD 
— 200° to500^ 

It is obvious that a reduction of iron in the ferric condition 
to iron in the ferrous condition takes place under the con- 
ditions of our work, and it in difficult to see how this can 
occur otherwise than by tlie direct dissociation of ferric 
chloride under the low partial pressure conditioned by the 
brisk current of hydrochloric acid gas. The temperature of 
formation, 180*^ to 200^, is far below that at which such 
dissociation is supposed to begin, Tlius, Gnienewald and 
Meyer f found, after cooling, no evidence of ijie dissociation 
of ferric chloride which had l^een heateil in the Victor Meyer 
vapor-density apparatus to 448*^ in contact or partial mixture 
with nitrogen; but ten per cent of the residue obtained by 
heating to 518'' was in the ferrous condition. Friedel and 
Crafts,^ however, did see crystals of ferrous chloride at 440* 
on the walls of a Dumas container filled with the vapor of 
ferric chloride and nitrogen, the former exerting a partial 
pressure of 0.76; while ferric chloride volatilized into an 
atmosphere of chlorine without evidence of dis&ociatiom It 
seems rather surprising, therefore, to find so large a percen- 
tage of dissociation as that shown in our experiments at a 
temperatuj^ so low — 180° to 200*^, Curiously, too, wb find, 
on repeating the experiment of heating ferric oxide in gaseous 
hydrochloric acid, that if the temperature of the oxide is 
450*^ to 500" when the brisk current of acid begins to act, 
the whole mass of oxide is converted and volatilizes without 

* Compt. rand., gx^, 118, t Ber. Dl«ch. chem. Get., xxi, 087. 

\ Coftipt T«nd., CTil, 301. 
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residue. It is Ixajdly to be supposed that the degree of 
dijjociatioix at 450- to 600^ can be less than that at 180° to 
200 , and a test of the sublimate, after cooling, shows that 
It contoins a f erroiis salt. Plainly, ferrous chloride (formed 
by dia8ociatiori> li^s volatilized, and masmuch as the ferrous 
cUoride conatitixtiiig the residue formed at 180° to 200° does 
not volatiliiie in the hydrochloric acid even at 600° it is plain 
that the volatility of the former is not determined by the 
presence of ttie latter. Apparently, the cause of the com- 
pleteness of volatilization must be sought in its rapidity ; and 
this is not an unreasonable hypothesis, if one considers that 
an action sufficiently rapid to keep above the boat an atmos- 
phere of ferric chloride and its products of partial dissociation, 
might naturally provide the very condition which would be 
effective in coimteracting the tendency of the residue to 
dissociate before it volatilizes. If this hypothesis is correct, 
it is plain that the introduction of chlorine gas, the active 
product of dissociation, into the atmosphere of hydrochloric 
acid ought to bring about the volatilization of the residue 
of ferrous chloride, formed at 180° to 200°, which refuses 
to volatilize in the acid alone. As a matter of fact, we find 
by experiment that if a little manganese dioxide is added 
to the contents of the generator, so that the hydrochloric 
acid may carry with it a little chlorine, every trace of ferric 
oxide is volatilized from the boat at 180° to 200°; and 
the residue of ferrous chloride found at 180° to 200° when 
the hydrochloric acid is used alone is likewise volatilized 
at the same temperature, when the admixture of chlorine 
is made. 

These facts, that ferric oxide is completely volatile in 
hydrochloric acid gas applied at once at a temperature of 
450° to 500° C, and at 180° to 200° if the acid carries a 
little chlorine, open the way to many analytical separations 
of iron from substances not volatile under these conditions. 
In the experiments of the following table we have applied 
these methods to the separation of intermixed iron and 
aluminum oxides. The ferric oxide employed was made, as 
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before, by ignition of the nitrate prepared from iron deposited 
electrolytically by a strong current passing between platinum 
electrodes in a solution of ammonio-ferrous sulphate.* The 
aluminum oxide was made by igniting to a constant weight 
the carefully washed hydroxide precipitated by ftmninTim from 
a pure hydrous chloride thrown down from the solution of 
a commercially pure chloride by hydrochloric acid^f The 
hydrochloric acid gas was made by dropping sulphuric acid 
into strong hydrochloric acid mixed witii salt, and a little 
manganese dioxide was added when the mixture with chlorine 
was desired. The experimental details are given in the 
table. 



Pe,0, 
Ukan. 


iu,o; 

taken. 


ftia 


Brror. 


Tbne. 


Temperatnzv. 


AtOMMphm 


gnn. 
0.1000 
0.2000 
0.1020 
0.2146 


gnn. 

o'.ibi6 

0.1006 


grm. 

o!ibi6 

0.1008 


gnn. 
0.0000 
0.0000 
0.0000 
0.0002+ 


hra. 


CO. 
460-600 
460-600 
460-600 
460-600 


Ha 
Ha 

HQ 

Ha 


0.1000 
0.1000 
0.1072 
0.2046 
0.1060 
0.2008 


0!l082 
0.1018 
0.1082 
0.1028 
0.1007 
0.1087 


oiibss 

0.1016 
0.1088 
0.1019 
0.1006 
0.1087 


0.0000 

0.0000 

0.0002+ 

0.0001+ 

0.0004- 

0.0001- 

0.0000 


1 
U 

1 


180-200 
180-200 
180-200 
180-200 
460-600 
460-600 
450-600 


Ha + o^ 
Ha + o,. 
Ha + a,. 
Ha + cu. 

Ha + CL. 

Ha + o^ 
Ha + ci; 



The residual alumina tested in several experiments by 
fusion with sodium carbonate, solution in hydrochloric acid, 
and addition of potassium sulphocyanide gave no indication 
of the presence of iron. 

The separation of the iron is obviously complete at 450® 
to 500® when the mixed oxides are submitted at once to 
the action of hydrochloric acid gas, or at 180® to 200® when 

* The lue of an anode of commercially pure iron wire natnrallj facilitates 
the operation, bnt in our experience the deposit thns obtained is likely to 
cany traces of impurity. In an attempt, too, to prepare pure ferric oxide 
from the oxalate thrown down out of ferrous sulphate with aU precautions, 
the material obtained stiU held traces of silica, and possibly alumina, amount- 
ing to 0.0004 grm. in 0.1 grm. of the oxide. 

t From Am. Jour. ScL, ii, 416. This Tolume, p. 20. 
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cUorine is inixea with the hydrochloric acid. Plainly, the 

extremely high, temperatures employed by DeviUe are un- 

necessary if tkie inixed oxides are submitted at once to the 

action of hydrocKLoric acid at 460^ to 600^ without previous 

gentle heating in the acid atmosphere. We prefer, however, 

to UBe the mixtrare of chlorine and hydrochloric acid, not 

OLly hecaose the temperature of the reaction is lower, but 

because it needs no regulation, while the danger of error 

anring irom the liability of ferric chloride to dissociate, or 

irom deficiency of oxidation in the oxide treated, or from 

mechanical loss due to rapid volatilization, is avoided* 
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THE TITRATION OF OXALIC ACID BY POTAS- 
SIUM PERMANGANATE IN PRESENCE OF 
HYDROCHLORIC ACID. 

Bt F. a. GOOGH JlXD C. a. PETERS.* 
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LowENTHAL and L£NSSEN f Were the first to show that the 
titration of a ferrous salt by potassium permanganate in the 
presence of hydrochloric acid, according to the process of 
Margueritte J is vitiated by the evolution of chloride outside 
the main reaction, and to point out that a remedy for the 
difficulty is to be found in the titration of the ferrous 
salt in divided portions, other equal volumes of the ferrous 
solution being added to the liquid in which the first titration is 
accomplished until the amount of iron indicated by successive 
titrations becomes constant. 

Kessler§ showed the restraining influence of certain sulphates, 
of manganous sulphate in particular, upon the irregular and 
imdesirable interaction of the permanganate and hydrochloric 
acid, and Zimmermann,|| in apparent ignorance of Eessler's 
forgotten proposal, advocated the introduction of a manganous 
salt, best the sulphate, into the ferrous salt to be determined, 
thus accomplishing the purpose of the empirical procedure of 
Lowenthal and Lenssen. 

The tendency toward evolution of chlorine in the oxidation 
of a ferrous salt by permanganate, as compared with the 
absence of such tendency in the similar oxidation of oxalic 
acid, in presence of hydrochloric acid, was explained by 

• From Am. Jour. Sci., vii, 461. t Zeitschr. anal. ChenL, i, 329. 

t Ann. Chim. Phys. [3], xviii, 244. 

§ Ann. Phys., cxciv. 48 (1863) ; cxcv, 225 (1863). 

II Ann. Chem., ccidil, 302. 
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Zimmeimamioiili^ 10^^ ^^ *^^ *"^ oxide of iron higher 
than iemcoTiift ^ J^ ia^^ ^^ intermediate product, and 
that this TinBtable ^ ^-^ sufficiently active to break up 
hydrochloric acid ^ \ir^^ *^ oxidize more of the ferrous 
salt. Quite recently' ^ ^gner ♦ finds explanation of the 
sensitiveness of the byto>chloric acid solution of the ferrous 
salt in the probable formation of chlor-f errous acid (analogous 
to chlor-platinic and chlox-auric acids), which suffers oxidation 
more readily than hydrochloric acid under the action of the 
permanganate. The protective influence of the manganous 
salt turns apparently, as Zimmermann suggested, upon the 
initiation of Guyaid's reaction, according to which the per- 
manganate and manganous salt interact to form a higher 
oxide of manganese of a constitution approaching the dioxide 
more or less closely — this oxide being capable of oxidizing 
the ferrous salt, but slow to act upon the hydrochloric acid, 
or the chlor-ferrous acid of Wagner. According to Volhard,t 
the reaction of Guyard is favored and hastened by heat and 
concentration of the solution, while it is delayed by acidity 
and dilution; but even in solutions containing very little 
manganous salt and a considerable quantity of free acid the 
&int rose color developed by the careful addition of perman- 
ganate ultimately vanishes until every tnice of the manganous 
Bait is precipitated. When a considerable amount of the salt 
is present interaction follows immediately the inti*oduction of 
the permanganate. Zimmermann advocates the use of 4 grams 
of manganous sulphate uniformly in titrations of a ferrous 
salt by permanganate, a procedure to which Wagner gives 
acquiescence, though pointing out that a ninth of that amount 
is all that he finds to be necessary. The excess of the 
manganous salt can do no harm so long as the higher oxide, 
the product of interaction of the manganous salt and the 
permanganate, is immediately reduced by even traces of a 
ferrous salt, and this appears to be the case at least within 
the limits proposed by Zimmermann and Wagner. Thus we 

• Massanaljtische Studien, HabilitatioiiBscbrift, Leipzig, 1898. 
t Ann. Chem., czcviii, 818, 1879. 
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find, as shown in results of the accompanying table, that so 
much as five grams of the sulphate may be present in 135 cm' 
of the liquid, containing about 6 cm' of hydrochloric acid of 
full strength, without interfering with the regularity of the 
titration ; and the effect is trivial even when the amount of 
manganous sulphate reaches ten grams. We find also practical 
regularity of working when manganous chloride is substituted 
for the sulphate, and in this respect our results accord with 
those of Zimmeimann and differ from those of Wagner.* 



ToUlTohniM 


HCl 
(■p. gr. !.(»>. 












at beginning 
ofUtntloii. 


WMr 


KMnO,^ 


]fn80«.SH,0. 


MaCl,.4H,0. 




om> 


em* 


em* 


cm* 


gnmi. 


gniDA. 




185 


10 


26 


21.70 


1 






186 


10 


26 


21.70 


8 






185 


10 


26 


2L70 


6 






136 


10 


26 


21.76 


7 






186 


10 


26 


21.76 


10 






146 


20 


26 


21.76 


• 10 






176 


60 


26 


21.76 


10 






186 


10 


26 


21.70 




l" 




186 


10 


26 


21.70 




2 




146 


20 


26 


21.70 




2 




166 


ao 


26 


21.76 




8 




166 


40 


26 


21.70 




4 





In all cases, however, in which the larger amounts of manga- 
nous salt are present, the end reaction is marked by the advent 
of a brownish-red precipitate rather than the clear pink of 
the soluble permanganate, and it is obvious that in case the 
solutions to be oxidized were not active enough to act with 
rapidity upon the product of the Guyard reaction, difficulty 
might follow the failure to adjust the conditions more 
particularly. 

It has been stated by Fleischerf and Zimmermann % that 
hydrochloric acid interferes in no way with the titration of 
oxalic acid by potassium permanganate. This statement, 
however, is not in accord with our experience; for we find 
that in such titrations there is a small though real waste of 

• Loc. dt, p. 104. t Volumetric Analjsia; trans, hj Muir, p. 71. 

X Loccit 
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permanganate proportionate to the amount of hydrochloric 
acid piesent- Tliis fact is brought out clearly in the comparison 
of experiments of section A in the f oUowing table, in which 
nohydrocbloxic cu^id waa present, with experiments B in which 
bydiochloric acid, ^as present. 

Ten^perature at beginning, about 80° C. 



\ AnmAnto \ 










Yarlationfrom 


\'Bi-|-~-'- 


HOI 
(•p. gr. 1.09.) 


ozBtete 


KMn0«. 


mMnof A 
takanM 

■UBidaid. 


• 








iL 






I 


cms 


em^ 


em* 


em* 


om« 


^ 200 


6 




60 


47.60 


0.00 


aoo 


6 




60 


47.60 


0.00 


200 


10 




50 


47.60 


0.00 


200 


10 




60 


47.60 


0.00 




200 


26 




60 


47.60 


0.00 




200 1 


26 




60 


47.50 


0.00 




B. 






[160 


10 


2.6 


26 


28.80 


0.06+ 






160 


10 


2.6 


26 


23.90 


0.16+ 




* 


150 


10 


6.0 


26 


28.90 


0.16+ 






160 


10 


10.0 


25 


24.00 


0.26+ 




\ 


[500 


6 


, , 


26 


28.80 


0.06+ 






500 


10 


10.0 


25 


24.00 


0.26f 




(600 


10 


10.0 


25 


24.10 


0.86+ 



From these results it is evident that, though the error intro- 
duced by the presence of the hydrochloric acid during the 
action of the permanganate upon the oxalic acid is small, it is 
plainly appreciable. The questions arise, therefore, first, as to 
whether the secondary action of the permanganate upon the 
hydrochloric acid may be prevented by the presence of a 
suitable amount of a manganous salt, and, secondly, as to 
whether in this event the reducing agent — the oxalic acid — 
is sufficiently active, like the ferrous salt, to prevent the 
premature establishment of an end color due to the Guyard 
reaction. The latter question must naturally be settled before 
the former can be taken up. In the accompanying table are 
recorded the effects of varying amounts of manganous salt in 
▼ox., n.— 16 
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presence of different amounts of sulphuric acid in the reaction 
of permanganate upon oxalic acid. 

Temperaiure at beginning, about 80® C. 
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H^« 1 : 1. 
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0.00 




130 


!30 


25 
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23.70 


0.06- 




180 


iso 


25 


5 


23.75 


0.00 



From the results given it is evident that the persistence of 
the Guyard reaction is liable to interfere with the end reaction 
of oxidation of oxalic acid unless an adjustment is made 
between the quantity of the manganous salt, the amount of 
acid, and the dilution. In hot solutions of a total volume of 
130 cm' at the beginning, no more than 2 grms. of the 
manganous sulphate should accompany 5 to 10 cm' of the 
1 : 1 sulphuric acid; when the total volume at the beginning 
reaches 500 cm' no more than a single gram of the salt should 
be present with 5 cm* of the 1 : 1 sulphuric acid. The amount 
of manganous salt may, however, be increased considerably if 
the quantity of acid is increased. 
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Ab Kesa^r lias xioted, a sufficiency of the manganons salt, 

acting BO doiiV>t cis the medium of transfer of oxygen, may 

bring about intexaction between the permanganate and the 

oxalic acid at atxnospheric temperatures without the tedious 

dfilay oidinaiily encoimtered in the attempt to consummate 

that action in cold solutions. It would seem natural that the 

manganic hydroxide formed in the Guyaid reaction at low 

tempetatures aliould yield more readily to the reducing action 

oi the oxalic acid than the more anhydrous form to be expected 

in hot solutions, so that at such temperatures the limits as to 

piopoTtions of manganous salt, acid, and dilution, within 

winch favorable action may take place, should be wider; 

moieover, the undesirable action of the permanganate upon 

Temperature 20<>-26<> C. 
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hydrochJoric add, when that acid is present, shoidd be lei 
appreciable at lower tempemtui^s. In our e:q>erimenis, 
therefore, upon tJie oxidation of oxalic acid by polBsdum 
permanganate in presence of hydrochloric acid, we have studied 
the effect of varying the proportions of the manganous s&lt 
both at atmospheric temperatures and the higher tamperatorfis 
generally employed. 

From these results it appears that the presence of a suit- 
able amount of manganous salt — either the sulphate (4-7), 
(18^15), (22^24) or the cMoride (10-12), (16-20) — is 
capable, either in cold solution (1-20) or in hot solution 
(22-24) of preventing the action of the permanganate upon 
the hydrochlorio acid* It appearsi alsOt that, for a given 
dilution and strength of acid, less manganous salt is needed 
in the cold solution (4-7) than in the hot solutions (22-24). 
Thus, in the hot solution, at a dilution at 145 em® to 500 cin^ 
1 gnn. of manganoua sulphate must be present with 5 em' 
of strong hydrochloric acid, with or without sulphuric acid; 
while in the cold solutioa 0*04 grm. of either the sulpliate 
or chloride is enough to secure adequate protective effect 
Experience showed, however, that 0,6 grm* or 1.0 grm* of the 
manganous salt should be present in order to push the re- 
action with reasonable speed in cold solutions. 

Wagner* has made record of the increased evolution of 
chlorine in oxidations of ferrous chloride by potassium 
permanganate in presence of various salts, of which barium 
chloride was the most active* We have made some experi- 
ments, therefore, to determine whether such action would 
appear in the oxidation of oxalic acid in cold solutions 
containing certain salts, and, if so, whether it would he 
preventable by the presence of the manganous salt under our 
conditions of working. From the results given in the 
accompanying table, it is plain that the evolution of chlorine 
in cold solutions is less in the presence of these salts than 
when hydrochloric acid is used without them, and that such 
evolution may be entirely prevented (within the proportions 
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of our work^ by the presence of 0.5 grm. to 1 gnn. of 
manganous chloride. 

Finally, it appears as the result of an investigation, that the 
titration of oxalic acid by potassium permanganate in presence 
of hydrochloric acid is ordinarily attended with some inaccu- 
racy due to liberation of chlorine from the hydrochloric acid ; 
that this tendency may be overcome by the presence of a 
manganous salt — either the sulphate or chloride; that 1 grm. 
of the manganous salt is enough to so affect the conditions of 
equilibrium that titrations in moderate volumes (100 cm' to 
600 cm*) and in presence of hydrochloric acid (6 cm* to 15 cm* 
of the strong acid) may be conducted with safety and reasonable 
rapidity, either with or without sulphuric acid, at the ordinary 
atmospheric temperature. 

Volume at Beginning of Titration = 140 cm*. 
Temperature = 200-24® C. 
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THE ESTIMATION OF IBON IN THE FEBBIC STjITE 
BY REDUCTION WITH SODIUM THIOSULPHA.TB 
AND TITRATION WITH lODINK 



H 



Bt JOHN T. NOBTON, Jb.« 

The action of sodium thiosulphate on ferrio iron has long 
been known and depends upon the following reaction: 

2FeCl. + 2NatS,0, = 2FeCl, + Na^S A + 2NaCL 

As early as 1859 Schererf proposed a method for the 
estimation of ferric iron depending on the above reaction. 
Scherer's method of procedure was to act upon a solution of 
ferrio chloride with sodium thiosulphate until the purple 
color produced by the interaction of these two salts just 
Tanished. Mohr'sf experimental tests of this process were 
not successfuL A year or two later Kremer and Landolt,§ 
after a careful inyestigation of Scherer's process, recommended 
it with the modification that any free hydrochloric acid pres- 
ent should be neutralized by sodium acetate until the solution 
assumed a red color, just enough hydrochloric acid added to 
destroy this red color, and sodium thiosulphate run into the 
solution in slight excess. When the liquid became perfectly 
colorless and gave no reaction for ferric iron with potassium 
sulphocyanide, the excess of sodium thiosulphate was titrated 
back with iodine and starch. The authors also state that 
the ferric iron should not be present in concentrated solution. 
Very good results were claimed for this process, but it 
apparently gained but slight recognition. 

* From Am. Jour. 8ci, riii, 2& 

t Gel. Anzeig. k. Bayritch. Acad., Ang. 31, 1869. 

t Ann. Chem. Phann., cxiii, 200. { Zeitochr. anal. Chem., 1, 214. 
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Ondemanns,* who was the next to study the action of ferric 
iron and sodium thiosulphate, claimed that the addition of a 
small quantity of cupric salt to the iron solution hastened the 
leducing action of the sodium thiosulphate. Mohr,f however, 
condemned this method also as unreliable, both because the 
sodium thiosulphate acted upon the copper as well as the iron 
and also because the potassium sulphocyanide, added as an 
indicator of the completeness of the reduction, produced a 
precipitate of cupric sulphocyanide which interfered with 
the reaction. In a second paper Oudemannsf reiterated 
his former statement as to the accuracy of his method but 
advised the use of a smaller quantity of the cupric salt. 
An improvement on Oudemanns' process was proposed by 
Haswell,§ who mixed the moderately acid solution of ferric 
chloride in the presence of a cupric salt with a few drops of 
sodium salicylate and then reduced with sodium thiosulphate 
previously standardized upon a known quantity of iron by 
the same process and estimated the excess by potassiimi 
dichromate. Bruel || modified this process by operating 
without the copper solution, relying merely on the discharge 
of the violet color in a boiling solution by sodium thiosul- 
phate standardized on a ferric solution of known strength. 

Although considerable work has been done on the reaction 
between ferric iron and sodium thiosulphate, no process 
depending upon this reaction has obtained acceptance. In 
view, therefore, of previous work on the action of hydro- 
chloric acid upon sodium thiosulphate IT and with the idea that 
a careful control of the dilution and quantity of acid present 
might greatly better the accuracy of the method, it has 
seemed to me to be desirable to study this process again in 
detail 

The ferric oxide employed in the experiments was prepared 
with great care by the ignition of ferrous oxalate obtahied by 

* Zeittchr. anal. Chem., tI, 129. t Titiinnethode, 6^ Aufl., 29i, 
t Zeitschr. anaL Chem., iz, 882. 
§ Repertoriiun der analytischen Chem., i, 179. 
11 Compt. rend., xcyii, 954. 
1 Am. Jour. Sci., tU, 287. This Tolnxne, p. 206. 
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• acting with oxalic acid on pure ammonium ferrous sulphate. 
To ascertain, however, if this oxide contained any impurity, 
about 0.5 of a grm. was put into a porcelain boat and sub- 
mitted to the action of a current of hydrochloric acid gas and 
chlorine at a temperature of about 280° C. (according to a 
process recently described from this laboratory *) until all the 
ferric salt is volatilized in the form of ferric chloride. A 
residue of 0.0010 grm. for every 0.5 of a grm. of the oxide 
was found, and this correction, small for the amounts 
generally used, has been applied in the following determina- 
tions. The sodium thiosulphate used was taken in nearly ^ 
solution and was standardized against an approximately 
decinormal solution of iodine which had been determined by 
comparison with decinormal arsenious acid made from care- 
fully resublimed arsenious oxide. 

In those experiments which deal with amounts of ferric 
oxide not exceeding 0.2 of a grm., measured portions of a 
solution of ferric chloride made of known strength by dis- 
solving about 2 grms. of the pure carefully weighed ferric 
oxide in 20 cm' of strong hydrochloric acid and diluting to 
one liter, were drawn from a burettQ. In the case of the 
larger quantities of ferric oxide the salt was weighed out, 
dissolved in hydrochloric acid and brought to the required 
dilution. The ferric chloride, either drawn from the burette 
or prepared directly from the weighed oxide, was diluted with 
water, a drop of potassium sulphocyanide added to serve as 
an indicator and an excess of sodium thiosulphate was run 
in until, after standing for a few minutes, the solution became 
perfectly colorless, and the excess of sodium thiosulphate 
was then titrated back with decinormal iodine after the 
addition of starch. 

Several sources of error are, plainly, possible in the process : 
incompleteness in the reduction of the ferric salt ; decomposition 
of the thiosulphate by the acid, resulting in the subsequent 
over-run of iodine ; tlie possible tendency of the ferric salt 
under concentration to oxide the thiosulphate to the condition 
* Gooch and Harens, Am. Jour. ScL, rii, 870. This Tolume, p. 216. 
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of the sulphate rather than to that of the tetrathionate ; and 
finally the oxidizing action of the air, which may tend to 
keep up progressive oxidation of the iron salt and excessive 
expenditure of thiosulphate. The first three sources of diffi- 
culty tend to produce errors of deficiency; the fourth an 
error of excess. 

The first step in the experimental study of the process was 
to determine the effect of varying dilution upon the estimation 
of a given quantity of iron reduced by sodium thiosulphate, 
taken in practically uniform excess above the amount theo- 
retically required, in the presence of 1 cm' of hydrochloric 
acid. 

TABLE L 
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0.003S- 


(10} 


0.1000 
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0.0017 


0.0051" 


(11) 


O.SOOl 
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1 


9.7g 


0.7672 


0.0086+ 


(17) 
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0.7016 
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4 


12.67 


0-7004 


0,0011- 



This table shows plainly that with quantities of ferric oxide 
present up to 0.1 grm. the dilution can vary from 400 cm* to 
1000 cm* for each cm* of strong hydrochloric acid and still 
give excellent results. At a dilution greater than 1000 cm* 
the action of the thiosulphate is evidently incomplete, and at 
a smaller dilution than 400 cm' the decomposing action of the 
acid on the thiosulphate becomes noticeable. When larger 
quantities of iron oxide are dealt with, it appears that the 
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dilution ought to be increased proportionally with the quantity 
of ferric oxide present as well as with that of the acid. This 
is illustrated in experiments 9-15 of the table. On this 
account it seems necessary, assuming that the quantity of 
acid present is always kept within the maximum strength 
mentioned, 1 cm^ to 400 cm^ to regulate the dilution from the 
approximate quantity of the iron so that not less than 400 cm' 
of water shall be used to every 0.1 grm. of iron oxide present. 
Under properly regulated conditions of dilution as regards 
acid and the iron salt, the reduction is completed in from five 
to ten minutes. 

Great excesses of acid, however, contrary to the statement 
of Kremer,* retard the reduction greatly, and, in spite of the 
tendency of the thiosulphate to decomposition and the pro- 
duction of errors of deficiency under such circumstances, plus 
errors due to partial oxidation come to light. This fact appears 
in the following table, which records the results of processes 
lasting many hours. 

TABLE n. 



Bzp. 


F^O, 
Uken. 


J:^u 


DQutloD. 


HCL 


N«A0, 

II1CZ06M. 


foand. 
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(18) 
(19) 
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0.7512 
0.7520 
0.7520 


gnn. 
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0.7497 
0.7505 
0.7505 


1700 
1200 
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10 
15 
15 
15 


cm* 
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57.8 
56.4 
27.2 


grm. 
5908 
7685 
7083 
7627 


gna. 
0.0d06+ 
0^188+ 
0.0478+ 
0.0122+ 



V 



As to the temperature at which the reduction should be 
made, my experience, contrary to that of Kremer, goes to show 
that no elevation above atmospheric conditions is necessary ; 
under the conditions of acidity and dilution laid down, the 
process of reduction is complete within ten minutes after the 
introduction of the thiosulphate ; moreover, former experience f 
shows clearly the danger of submitting mixtures of sodium 
thiosulphate and acid to temperatures much above the ordinary. 
On the other hand, artificial reduction of temperature tends 

* Zeitschr. anal. Chem., i, 214. 

t Am. Jour. ScL, toI. rii, 287. This Tolame, p. 206. 
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<arw^^ ^tatd iiiQ action to «.« - 

^^^^^Jinent it took five "^.™Po«8ible degree. Thus, in an 

i&Z^^e a* 2J » r n«^ ? "aMiTites to reduce 0.0500 of ferric 

^^ ^J tl completely a.t a dilution of 200 cm» and in 

,^^^ ""' \ """ ?^ l^y<i-x>chloric acid; under conditionB 

^''^^^J^^ir'^ «-co«ptingtimtth; temperature was 

^ei^^O C, aie actaoix lixigered forty-five minutes. 

j,,^,^^ %>^,^i^^^'^««^'^^ to tlxe excess of thiosulphate necessary 

-Otjapleto "le reductxon -writhin a reasonable time must be 

"^*l^Kier«d- ^"_ .''®*^^^ a^^ I>reviou8ly recorded experiments 

1a^ excess *=*^ Jthiosulplxato >^as not tess tiian 16 cm» of the 

r fiobtioJ*- -"e foUo^w^iixg- -table shows the effect of dimin- 
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abo^e e^V®^*^^^^^^^^"^^^® taken in connection with those 
^ it ia cVea^ tlia»^ tikeie should always be present an 
-I ^^ qvc^ o£ t>lie ^ solution of sodium thiosul- 

.^^"^ c -^^ -|^ ^Jty of Ixy drochloric add is kept very low 
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. -jv^ 'J^ason ^ , Q^^ pxx)ducing any disturbing effect. 
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^•^^ "^lo^^^ Vowevcti ^^3 ^j ^^ ^ solution has been found 

-^:^ ..J© \i^® f^^®^ vet^ ^^ ^^ ^^ ®^^^ ^** *^® dilution 



^•^ ^o tecftp^^^^^' ^ (.xs? ior each 0.1 of a gnn. of iron oxide 
^ \>e fi* ^^®*^ ^^ -cicAy of acid should never exceed 1 cm* 



^l^e stroTig axiid ^^^ to avoid progressive oxidation, that 
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xon&t. "Vj© 
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the temperature of the solution should be kept at the normal 
temperature of the atmosphere, and finally that the excess of 
sodium thiosulphate present should never be less than 15 cm' 
of the ^ solution. In the case of laige dilution the use of 
freshly boiled water is reconmiended so as to avoid the 
reoxidizing effect of the air upon the reduced iron. In the 
experiments included in the following table, the above 
precautions were closely adhered to and manifestly satisfactory 
results were obtained. 

TABLE IV. 
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0.0260 


400 


. 


21.08 


0.0260 


0,0000 , 


(^2) 


0,0260 


0.0260 


400 




17 


0.0250 


0.00O0 


(33) 


0.0260 


0.0260 


400 




17 


0.0260 


0.0000 


(34} 


0.0500 


0.0499 


400 


1 


24 


0.0498 


0.0001- 


(35) 


0,0500 


0.0409 


400 


1 


19 


0.0498 


0.0001^ 


{m) 


0.0600 


0.0499 


400 


] 


16.1 


0.0497 


0.0002- 


(37) 


0.0500 


0.0409 


400 


19 


O.OI98 


0,0001^ 


(38) 
(30) 


0.1001 


0.0999 


400 


1 


23.1 


0.0993 


0.0006- 


0.1001 


0-0999 


4O0 


1 


17.9S 


0.0997 


0.0002- 


im 


0.1001 


0.0999 


400 


1 


22.92 


0.0907 


0.0002- 


(41) 


0.1001 


0.0999 


400 


1 


18 


0.0097 


O.OOOE- 


(42) 


0.1001 


0.0999 


4O0 


1 


16 


0.0096 


0.0003^ 


{43) 


0.140g 


0.1496 


600 


u 


23.26 


0.1493 


0.0002- 


(44) 


0.1408 


0.1405 


000 


i; 


16.66 


0.H93 


0.0002- 


(46) 


0.1498 


0.1495 


600 


i{ 


26.37 


0.1476 


0.0020- 


(46) 


0.1090 


0.1992 


800 


2 


22.S8 


0.1900 


0.0002- 


m 


0.1096 


0.1992 


800 


2 


17.29 


0.1999 


0.0007+ 


(48) 


0.1996 


0.1992 


800 


2 


22.20 


0.1091 


O.OOOl- 


(49) 


0.4046 


0.4f*37 


1600 


4 


16.03 


0.4042 


0,0005+ 


im 


0.4045 


0.4037 


1600 


4 


16.2 


0.4023 


0,0014- 


(61) 


0.4018 


0.4010 


1600 


4 


16.34 


0.4007 


0.0003- 


(aii) 


0.6051 


0.5041 


1800 


4 


iaL27 


0.5026 


0,0016- 



As seen in the table this process is very accurate, especially 
in the use of small amoimts of ferric oxide. The introduc- 
tion of cupric sulphate as recommended by OudemanuB, or of 
sodium salicylate according to Haswell's method, seems to be 
unnecessary and only complicates the process. 

In treating ferric oxide, the following method of procedure 
is recommended. Dissolve an amoimt not exceeding 0.2 grm. 
of the oxide in hydrochloric acid, evaporate to a pasty mass 
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dilute to about 800 cm' with freshly boiled water, add a drop of 
potassium sulphocyanide, and into this solution run 50 cm' of 
approximately ^ sodium thiosulphate ; allow the liquid to 
stand until perfectly colorless and determine the excess of 
thiosulphate by ^ iodine and starch. For quantities of iron 
oxide up to 0.2 of a gram this process is quick and most accu- 
rate ; when care is taken to preserve the relations of acidity 
and dilution, twice the amount of ferric oxide mentioned 
above may be handled. 



XXIX 



THE DETERMINATION OF TELLUROUS ACID IN 
PRESENCE OF HALOID SALTS. 

Bt F. a. GOOCH akd C. a. PETERS.* 

The estimation of tellurous acid by oxidation with excess of 
potassium permanganate (either in acid or alkaline solution), 
destruction of the higher oxides of manganese or the mangar 
nate by standard oxalic acid in presence of sulphuric acid, and 
titration of the residual oxalic acid by more permanganate, has 
been shown by Braunerf to be feasible. The tendency of the 
permanganate to throw off too much oxygen when the oxida- 
tion is made in solutions strongly acidified with sulphuric acid 
(as must be the case if the tellurous oxide is to be held perma- 
nently in solution by sulphuric acid) necessitates the applicar 
tion of a considerable correction.^ Fortunately, however, as 
has been shown in a former paper from this laboratory,! when 
the tellurous oxide is dissolved originally in an alkaline hydrox- 
ide and the solution made acid only to a limited degree with 
sulphuric acid either before or after oxidation by the perman- 
ganate, no correction appears to be necessary. Thus, when 
an excess of permanganate is added to the alkaline solution, 
followed by an excess of oxalic acid and sulphuric acid to an 
amount not exceeding 5 cm* of the [1 : 1] mixture with water, 
the titration of the residual oxalic acid by more permanganate 
(after heating to 80° C.) leads to results which give no indi- 
cation of ovei>decomposition of the permanganate; so also, 
when the process is similarly conducted excepting that before 
addition of the permanganate the original alkaline solution is 
acidified with sulphuric acid [1 : 1] to an amount 1 cm* in excess 

t Jour. Chem. Soc, liz, 238. 



• From Am. Jour. Sci., Tiii, 122. 

I Loc. cit, p. 240. 

S Grooch and Danner, Am. Jour. ScL, zlir, 801. 



Volume I, p. 146. 
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of that necessary to redissolve the first precipitate, the results 
are theoretically accurate, and in close agreement with those 
obtained by the former procedure. 

In the presence of free hydrochloric acid the action of the 
permanganate upon tellurous acid has been shown by Brauner* 
to be irregular and excessive, and the irregularity cannot be 
corrected (as in the titration of ferrous salts in presence of 
hydrochloric acid) by the addition of a manganous salt accord- 
ing to the well-known procedure of Kesslerf and Zimmer- 
mann.^ So far as appears, however, there should be nothing 
to prevent the accurate determination of tellurium in tellurous 
compoTinds in the presence of chlorides by the permanganate 
process providing the first oxidation is made in alkaline solu- 
tion, and the second oxidation carried out with such precau- 
tions as are necessary to a correct determination of oxalic acid 
by permanganate in presence of hydrochloric acid; for the 
special danger of over-^u;tion on the part of the permanganate 
cannot exist while the solution is alkaline, and has passed 
when the tellurite has become a tellurate and before the solu- 
tion is made acid. As to the proper conditions for the titra- 
tion of oxalic acid by permanganate we have shown recently§ 
that the presence of a manganous salt is necessary and suf- 
cient to secure regularity of action when a considerable 
amount of hydrochloric acid is in the solution; when the 
amount is small — so much as would be formed in the decom- 
position of a gram or two of halogen salt of tellurium — the 
disturbing effect under ordinary conditions of work is prob- 
ably inappreciable, but even in such a case it is better to work 
in the presence of a manganous salt for the reason that the 
titration of the oxalic acid may then be made at the ordinary 
atmospheric temperature. 

In the following table are gathered the results of experi- 
ments made with, and without, the addition of the manganous 
salt. 

• Loc. cit, p. 241. t Ann. Phya. cxrUi, 48; cxix, 226. 226. 

% Ann. Chem. (Liebig), ccxiii, 902. 

§ Am. Jour. Sci., yii, p. 461. This rolame, p. 222. 
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TABLE L 

O = 16, Te = 127.6. 

Volume at beginning, 160 cm*. 

Tempentuie of titration, OO-SO® C. 



TeO, 

UkMl. 


NaOl. 


?f?* 


MnCl,. 4HsO. 


twaJu 


Brw. 


gnn. 
0.1000 
0.1000 
0.1000 
0.1000 
0.0660 


gnn. 
0.4 
0.4 
0.4 
1.0 
1.0 


em* 
5 
5 
6 
6 
5 


gnn. 


gnn. 
0.1008 
0.1000 
0.1004 
0.1003 
0.0658 


gnn. 
0.0003+ 
0.0000 
0.0004+ 
0.0003+ 
0.0003+ 


B. 

Temperatore of titration, 20-260 C. 


0.0700 
0.0700 
0.0700 
0.1000 


0.4 
0.4 

a4 

0.4 


5.7 
5.7 
6.7 
6.7 


1.0 
1.0 
0.5 
0.5 


0.0705 
0.0698 
0.0701 
0.1008 


0.0005+ 
0.0002- 
0.0001+ 
0.0008f 




The tellurium dioxide, made by the careful ignition of the 
crystallized basic nitrate obtained by oxidizing tellurium with 
nitric acid, was dissolved in a small amount of sodium hydrox- 
ide, the halogen salt was added to the amount shown, the per- 
manganate standardized against ammonium oxalate was run 
in until its characteristic color appeared, standard ammomum 
oxalate was added in excess of the quantity required to reduce 
the excess of permanganate, manganate, and higher oxides, 
and the solution was heated with enough sulphuric acid [1 : 1] 
to neutralize the alkaline hydroxide and have an excess of 
about 6 cm^ In the experiments of Section A the liquid was 
heated to 60** - 80*" C. to dissolve the oxides at the final titrar 
tion begun at that temperature; in those of Section B, 
manganous chloride (0.5 to 1 gram) was added, so that the 
reduction of the higher oxides of manganese and the final 
titration of the excess of oxalic acid might take place at the 
ordinary temperature of the room. 

Plainly the presence .of the chloride does not rnterfeie 
materially in the determination of the tellurium by this 
process whether the titration is made at a high or low 
iperature. 
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It appears, also, upon putting the matter to the test, that 
fairly good determinations of tellurous acid may be made 
similarly in the piesence of a bromide, provided the titration 
is made at the atmospheric temperature in the presence of a 
sufficiency (0.5 gram to 1 gram) of a manganous salt and of 
an excess of sulphuric acid limited to about 5 cm^ or less of the 
12.5 per cent mixture. At the higher temperatures bromine 
is liberated at once from the acid solution by the peimanganate. 
The experimental results are given in Table II. 

TABLE n. 

O = 16, Te = 127.6. 

Volume at beginning, 160 cm*. 

Temperature of titration, 24o-26<' C. 



TeO, 
tt£Su 


Had 


KBr. 


m 


MnCV 
4H,0. 


foanl 


Srror. 


grm. 
0.1000 
0.3000 


grm. 


grm. 
0.6 
1.6 


em. 
20 
26 


grm. 
1.0 
1.0 


grm. 
0.1022 
0.3030 


grm. 
0.0022+ 
0.0030+ 


0.0660 
0.0650 
0.1000 
0.3000 
0.0660 


as 


0.6 
0.6 
0.6 
0.6 
0.6 




1.0 
1.0 
1.0 
0.6 
1.0 


0.0C61 
0.0647 
0.1002 
0.3010 
0.0661 


0.0011+ 
0.0003- 
0.0002+ 
0.0010+ 
0.0011+ 



It is obvious^ therefore, that tellurous acid may be deter- 
mined with a fair degree of accuracy by the permanganate 
method in the presence of chlorides and bromides, provided 
the first oxidation is made in alkaline solution and the final 
titration of the residual oxalic acid is made at ordinary 
temperatures in the presence of a manganous salt and restricted 
amounts of free sulphuric acid. 

In the presence of an iodide, however, the case is different. 
Upon acidifying the mixture of iodide and the higher oxygen 
compounds of manganese, produced in the action of the 
permanganate upon the solution, iodine is at once set free, and 
oxalic acid does not suffice to reconvert it. In the presence of 
an excess of potassium iodide the higher manganic compounds 
are completely reduced with rapidity and the iodine liberated 
is the measure of the excess of permanganate over that 
vou II. — 16 
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required to oxidize the tellurous acid ; the difference between 
the amount of permanganate thus indicated and that originally 
Introduced should determine the amoimt of the tellurous acid. 
It is upon this basis that Norris and Fay * have founded their 
excellent iodometric determination of tellurous acid. This 
process consists in treating the alkaline solution of tellurous 
acid with standard permanganate until the meniscus of the 
liquid shows a deep pink color, then diluting the solution with 
ice-water, adding potassium iodide and sulphuric acid, and 
titrating with sodium thiosulphate. The results are excellent. 

It is plain that any agent capable of converting the iodine 
to hydriodic acid without at the same time reducing telluric 
acid should be capable of measuring the excess of the 
permanganate, and so the amount of tellurous acid originally 
present. We find that the standard arsenite made, as usual, 
by dissolving 4.95 grams of pure resublimed arsenious oxide 
to the liter of water containing potassium bicarbonate answers 
the purpose admirably, and possesses the further advantage of 
fixing at once the entire standard of the process, the strength 
of the permanganate (approximately ^ being determined by 
nmning a definite volume of its solution into water containing 
potassium iodide (1 gram) with 2 to 8 cm* of dilute sulphuric 
acid and titrating by the standard arsenite the iodine (set 
free by the action of the excess of permanganate and higher 
oxides) after neutralization with acid potassium bicarbonate. 
In this titration of iodine by the arsenite we find it best to 
dispense with the starch solution usually employed to secure 
the end reaction. The color of the free iodine itself is 
sufficiently definite, even at a dilution so much as 300 cm', 
and its disappearance under the action of the arsenite is much 
sharper than that of the blue starch iodide. 

In Table HI are recorded results obtained by adding the 
alkaline solution of tellurous oxide to 100 cm' of water 
containing 0.5 gram or 1 gram of potassium iodide, introducing 
the standardized potassium permanganate until the green color 
of the manganate appears (about 80 cm* of the ^ solution for 

* Am. Chem. Jour., xx, 27S. 
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eveiy 0.1 gram of TeOs), adding a few cubic centimeters of 
dilute sulphuric acid, followed, when the solution has cleared 
and separated iodine, by an excess of acid potassium carbonate, 
and titrating to the destruction of color with the standard 
solution of arsenic. It is essential, in order that oxygen may 
not go to waste in the breaking down of the oxides, that more 
than enough iodide should be present when the solution is 
acidified to complete the reduction of the manganese oxides, 
or else, that the arsenious acid should be present in suitable 
amount before the sulphuric acid is put in. This latter 
procedure may be used in case, for any reason, it is preferred 
not to introduce more iodide into the solution than may be 
present originally : when, for example, a direct determination 
of the iodine present is to follow. 

TABLE m. 

= 16, Te = 127.6. 



takeL 


NaCL 


KBr. 


KL 


Total 
▼ohmw 
•tend. 


KftOH 
pTwenft 
'kuiDg 


iCMUKL 


Error. 


gmu 


grm. 


gim. 


gnn. 


em*. 


gnn. 


gmu 


gmu 


0.1000 






0.6 


160 


0.1 


0.1006 


0.0006f 


0.1000 






0.6 


160 


0.1 


0.1001 


0.0001+ 


0.1000 






0.6 


160 


0.1 


0.1008 


0.0008+ 


0.1000 




, , 


1.0 


260 


0.1 


0.1007 


0.0007+ 


0.2000 


. 


, , 


1.0 


250 


0.2 


0.1907 


0.0008+ 


0.1000 


0.6 


0.6 


0.6 


260 


0.1 


0.1000 


0.0000 


0.2100 


1.0 


1.0 


1.0 


226 


0.2 


0.2106 


0.0006f 


0.1000 


, , 


, , 


0.6 


160 


1.0 


0.1011 


0.0011+ 


a2ooo 


•• 


•• 


1.0 


SOO 


2.0 


0.2009 


0.0009+ 



These results are reasonably good. Like those of Table I 
they would be brought practically in the average to the figure 
demanded by theory if the value of the Committee of the 
German Chemical Society, Te = 127, were to be taken instead 
of Te = 127.6, the value of Clarke and of Richards. 
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AN lODOMETRIC METHOD FOR THE 
TION OF BORIC ACH). 



ESTIMA- 



Bt LOUIS CLEVELAND JONES.* 

In a recent article,! I Iiave described a process for the alka- 
limetric estimation of boric acid, depending upon the forma- 
tion of a strongly acidic compound when boric acid and a 
polyatomic alcohol are placed together in solution. The 
method in brief consists in destroying the free mineral acid 
in a solution containing boric acid, by means of a mixture of 
potassium iodide and iodate, bleaching the liberated iodine by 
sodium thiosulphate, adding the indicator phenolphthalein 
and sufficient standard solution of caustic soda to give a 
faint alkaline coloration, bleaching by a small amount of 
mannite and adding caustic soda again to alkalinity, and 
thus alternating with mannite and alkali until the alkaline 
coloration produced is permanent. The amount of sodium 
hydroxide used represents the amount of acidity developed 
by the influence of the mannite upon the boric acid present, 
according to the hypothesis that the molecule Bfig acts as 
two molecules of a univalent acid, HOBO. 

On making further study of this reaction, I have found 
that the acid developed by the combination of boric acid and 
mannite is, under certain definite conditions, sufficientiy 
strong to liberate, quantitatively, from a mixture of potassium 
iodide and iodate, the amount of iodine required on the 
supposition that each molecule of metaboric acid (HOBO) 
acts in a manner similar to a univalent mineral acid under 
the same conditions. (SKI + KIO, + 6H0B0 = 81, + 

* From Am. Jour. Sci., yiii, 127. 

t Am. Jour. ScL, rii, 147. This Tolame, p. 182. 



^ ObvioTisly, tibi^ ^ ^^«>- 246 

eitOBO + 8?*i^r »ci^ l^oiomaj^^^^^^Uon depends upon 

lie behaTioi ol » j^oetie, tertario, ^ ^^iJapound as a strong 

acid, stronger *^^a ^ ^^»r^ * -to >^^^<5 ^^^d; for these 

^dahsre been i<» fyxisa. a ^aiXLtivtr^ incapable of Uberat^ 

rag ioSikii reff^^Lx'^' *° ™cieas^ .^li ^* ^^^^ "^ ^°^*»- 

Conditio^ which *^j^i3atod aolx^tiox^ »<5idic activity of this 

compouc^ are <^^ ^* ^Jid moderately low 

^'^\)]ie^1 ' general like xxi 

^^ • fl ^ ^tic ^'^'^ «*^ iiT**^^*® *** P^^'^ce acidic 
oompo^^i'^^^tJ* ^>>ie products fo^L^^^®^™^''*^ '^y* <^e 
rdativC^^.^ty *** vi. I^otic acid lo^^ v^ - ^ ^^ *^«* *^° P°^y- 
Tmu^ "^'fX -^^ -Mi whiclx «r ^ ^dicated by the results 

!t^^C^^^^^o^^« ^ i^^ ^^-t«i from a 
oi^ e*?V,^x^^^ li^^^xodate, proportionately to 

mkL, P«P»^.,^b^ *^* * 3^ solution of iodide and iodate 
Bilexiffleyer ^fii a»J«oount s^^^^^j^^^ ^ j.^^^ .^^^ ^^ 

adiLed to o^^LeSpo^^ ~ "^^^ acid used. One solution 

ouacGtideft ooij^ glyoeime enoxigH to constitute on^half the 

~ Wft^ ^ ^f ^®^'^'^: *^^nmte (about 6 gnns.) was 

ec^tiie volvB»® .j^et. The ttnosnlphate required immediately 

-ided to tJie ^^ periods of tuoae, is shown for each solution 

"^afteii^^^tf table. 

^the foUo^f»***'of boric acid contained 7.706 gim. per Uter. 

Tbe ^^^°^t» "'^ 0.0999 normaL According to theory, 

rrho tk^oso^^^T' tbio8Blpl^»*» reqxiired for 10 cm* of tiie boiio 

-.«-«» CfeeW- Si^cwi*. it«l- «*. ^8. =1, 184 ; Mid Lambert, Compt rend. 



^.^^^^,^^^' ui«ed hydroM boric add should be fiwed in • platinun diah 

^'^^'^©tecfy*** ^^d breridng into amftU plecet, the dedred amount placed 

* -«tet co^^^ad pUtinnitt crucible and again fused until no more water 

•»^ ZLm ■*^* tiling and weighing, the boric oxide may be separated from 

to » «*" AJM**"«h it nlaoed in wmb water, disMlred and made up to a 
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TABLE L 



TUocolphate required. 


Time. 


BgO,eolntion(10emi) 
wtthriyoerine. 


em* 
18.60 
21.80 
22.00 
22.05 


After 15 minates. 
After 80 minates. 
After 2hoari. 


em* 

8.48 

10.60 

11.15 

11.60 



acid solution is 22.02 cm^ From these data we may observe 
that at the end of 80 minutes, in the solution containing 
mannite, practically the theoretical amount of thiosulphate 
had been used, while only about 50 per cent of that amount 
had been required to bleach the iodine liberated by the 
glycerine compound. Obviously, mannite forms with boric 
acid a more acidic compound than glycerine does, and, from 
the indication given in the above experiments, may be reUed 
upon, imder certain conditions, to liberate the theoretical 
amount of iodine. If, from the iodide and iodate used to 
destroy the excess of mineral acid already present, the boric 
acid, upon the addition of mannite does liberate iodine regu- 
larly — as the previous experiments seem to indicate — this 
liberated iodine should form a most convenient measure of 
the boric acid present. 

On studying the conditions requisite for the complete 
liberation of iodine according to theoiy, several important 
points have come to light. 

It has not been found possible under any conditions to rely 
upon the immediate liberation of the full amount of iodine: 
a certain period of time is required for the completion of 
the reaction. When the solution is of small volume and 
saturated with mannite, the reaction goes to the end most 
quickly — sometimes almost immediately — but there is this 
limitation, which must be made emphatic, viz.: that if the 
solution of boric acid is too concentrated — near saturation — 
the boric acid alone, when the iodate and iodide are added to 
destroy any other free acid present, throws out some iodine 
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wA oTi U©^. ^\^ ^^^ih. thioBulphate a starting-point is ob- 
txamd.^^^.^ ^^xie of the boric acid has already entered 
VxiVo coixJcto^^. Tlie amount of iodine thus liberated by 

the \)OTVfi ^^^ *^o^ever, not large, and if upon the addition 
ol ttie iodide ^^ iodate, the iodine thrown out by the free 
fcydroc\]\onc ^^^ present is immediately bleached by thio- 
s^alpliate and ^le analysis proceeded with from this as the 
iiexitral point, even in concentrated solutions the error is 
Blmost inappreciable. If, however, considerable time inter- 
venes between the adding of the iodide and iodate and the 
determination of the neutral point by thiosulphate, as much 
as several milligrams of. boric acid may have liberated its 
amount of iodine and is, therefore, not capable of being 
J^^tered by thiosulphate after the addition of mannite. 
V >. ^^^^ was not met with in those experiments in 
^^ch the iodide and iodate were added at a dilution Uttle 
peTute ^'^^ *^* ^* ^^® standard solution used (7.788 grm. 
colem • ^^ ^ *^ attempt to estimate the boric acid in 
PosaibJ if' ^^^^ the solution was kept as concentrated as 
the CO * ^^^S in this way to decrease the time required for 
that i& V^ ^^ration of iodine, low values were obtaLued; 

The dil H^ starting point was used. 

^e iodido w ^ found most convenient at the time of adding 

of boric Bp'fl ^^3**® is not less than 25 cm' for each decigram 

than two ^C>s) present and should not be much greater 

Tegarda v 1 ^^^^'^^ times that amount. This limitation as 

^e neutiaJ ^ ^® equally applicable, whether after obtaining 

to be m *^^^t> and. treating with mannite, the boric acid is 

described ^^'^ l>y a standard solution of alkali as before 

siifffiestfiH ^ ^ Ixero by the iodine liberated. As has been 

Piolonan u ""^S® -volume, even though saturated with mannite, 

effect^f ^ timo of standing necessary and increases the 

carho J .^^^^ c3ULOxide upon the iodide and iodate present, for 

exifdi ^^^^e» -whether derived from the atmosphere or 

1^™^ . ^^^Ived in the solution, upon standing, slowly 

Tales ^Cua^^^^ The amount, however, is small, and, in the 

^ ^^^^^tt%^ Jqy the completion of the process, has never been 
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found equivalent to more than a single drop of the solution of 
thiosulphate used. Even if the material to be analyzed 
contains carbonates, after acidifying in concentrated solution 
and shaking vigorously, the smaU amount of imcombined 
carbon dioxide remaining has ahnost an inappreciable effect 
upon the results. The length of time required for the 
liberation of the theoretical amount of iodine in a solution of 
the volume suggested above, is 20 to 45 minutes, and at the end 
of 45 minutes standing in a solution saturated with mannite the 
reaction may be considered complete. During this period, how- 
ever, it is well to keep the solution cool — at zero will do no harm 
— and shake occasionally to insure thorough mixture. The free 
iodine would tend to escape upon standing unless kept in a 
closed flask, but it is more convenient, immediately after the 
addition of mannite, to treat with an excess of the standard 
solution of thiosulphate — 8 or 10 cm^ more than the amount 
required to bleach the iodine liberated, and at the expiration 
of 40 to 60 minutes titrate back with ^ iodine. The strength 
of the thiosulphate solution found most convenient is ^, while 
the use of iodine of one-half this strength (^) enables the 
error of reading to be correspondingly diminished. In solutions 
of the volume reconunended the addition of starch to give the 
indication with iodine is unnecessary and even detrimental, 
since a single drop of one-twentieth normal iodine in excess is 
sufficient to give a strong lemon coloration, while in the 
presence of starch an indefinite dirty red first appears and 
remains until the blue is brought out by the further addition 
of iodine. 

With these observations in mind, a series of experiments was 
made in which the standard solution of boric acid was drawn 
into an Erlenmeyer flask, containing a small amount of free 
hydrochloric acid and made up to a definite volume. To 
bring the conditions to those of an actual analysis about 1 grm. 
of crystalline calcium chloride in solution was also added. 
Potassium iodate (5-10 cm* of a 5 per cent solution) and 
iodide (8-5 cm* of a 40 per cent solution) were added, and the 
iodine liberated by the hydrochloric acid, barely bleached and 
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V> 



added to 
thiosulphate put 



«^Bmi\iio\yg)3'^ n ^^^^tration by iodine, Mannite was 

Batwiatft *^^ itiv* ^^ *"^ excess of standard thiosulp^ ^^.v 

^> Mi4 \!iv& ^^ . ^^^ ®^^ *^d® ^^^ various periods of time, at 
the end ol ^^ ^^ excess of thiosulphate was titrated by 
lo^n^ anfli ^^ ^^o\int of unrecoveied thiosulphate taken as a 
laaeasuie oi tti© ^ric acid present. 

The ^osulp^a.te tised was 0.198 normal and the iodine 
0.0996 normal. Tlie solution of boric acid contained 7.788 
gma. per Uter. 

TABLE n. 




^^ SO regular that the method seems worthy of 

^ 1 v^^^^^^^tioxi^ ai^d especially since the standard solutions, 

pnate ^;j^^ iodine, upon which the process depends, are 

5i f.^r^^^^ and generally at hand. 

rn, ^ ^^ ^^^tihod of procedure recommended is as follows : 

^ ooxate \^ dissolved in as small volume and as little 
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hydrochloric acid as possible, shaking well to remove free 
carbon dioxide and diluting so that, at the time of adding 
potassium iodide and iodate, theie shall be approximately 25- 
60 cm^ of solution for each decigium of boric anhydride 
present. The greater part of the excess of hydrochloric acid 
in the solution is destroyed by sodium hydroidde and the use 
of litmus paper, leaving the solution distinctly acid in reaction. 
Potassium iodide (8-5 cm^ of a 40 per cent solution), and 
iodate (5-10 cm^ of a 5 per cent solution) are added in excess 
of that required to liberate iodine in an amoimt corresponding 
to the hydrochloric acid and the boric acid present. The 
iodine liberated by the free hydrochloric acid is bleached by a 
small amount of a strong solution of thiosulphate, and after 
agitating to insure thorough mixture, iodine is added to faint 
coloration. Sufficient mannite is now used to saturate the 
solution — about 10-15 grm, for a volume of 60 cm* — and 
sodium thiosulphate added in standard solution 8-10 cm" in 
excess of that required to bleach the iodine immediately thrown 
out by the mannite. The solution is again brought to 
saturation, if necessary, by mannite and after standing in a 
cool place for 40-60 minutes, titrated with decinormal iodine 
to determine the excess of thiosulphate present. In the 
manner described, specimens of crude calcium borate and 
crystals of colemanite were analyzed with the results given 
below. 

TABLE m. 
Calcium Boratb. 



IfiiMnL 


Thlo. 
teken. 


Iodine 
taken. 


Time 

stand. 

Ing. 


III 


fSSl 


PerceBk. 


grm- 
0.4015 
0.4010 


85.05 
35.d4 


cm* 
4.75 
5.28 


bn. 
1.00 
2.00 


cm* 
40 
45 


gnn. 
0.2280 
0.2283 


66.02 
56.94 


Colemanite. 


0.4002 
0.2513 
0.4007 


82.00 
82.01 
38.03 


5.50 
7.86 
7.72 


1.80 
1.00 
0.50 


50 
40 
65 


0.2048 
0.1279 
0.2086 


51.04 
50.01 
50.81 
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The solution of thiosulphate used was 0.19989 and the 
iodine 0.0996 normaL 

These results show little variation and in the case of 
oolemanite correspond closely to the theory 60.97 per cent. 
The process is convenient, generally applicable, and accurate 
within the ordinary limits of analysis. 




XXXI 

THE DOUBLE AMMONIUM PHOSPHATES OF 

BERYLLIUM, ZINC, AND CADMIUM IN 

ANALYSIS. 

Bt BIARTHA AUSTIN.* 

It has been shown f that the composition of the phosphate 
of manganese tlirown down by microcosmic salt from the 
solution of a pure manganous salt contains more manganese 
than belongs to the ideal ammonium manganese phosphate 
NH4MnP04; and, further, that by acting with ammonium 
chloride in proper proportion the phosphate of manganese 
thrown down by microcosmic salt may be completely converted 
to the ideal ammoniiun manganese phosphate. Ammonium 
chloride, likewise, in the case of magnesium phosphate X tends 
to cause the replacement of the metal by ammonia. Indeed, 
the replacement here is readily carried so far beyond the point 
corresponding to the normal ammonium magnesium phosphate, 
NH4MgP04, that the tendency to form a salt richer in 
ammonia and poorer in magnesium — perhaps something like 
Mg(NH4)4(P04)s — must be recognized. 

These facts suggested an investigation into the constitution 
of certain other ammonium phosphates with reference to their 
utility in analytical processes. Of the elements of Mendel^effs 
second group, beryllium, magnesium, zinc, cadmium, and mer- 
cury are capable of yielding double ammonium phosphates, 
while no such compounds of calcium, strontium and barium 
have been described. The solubility in ammonia of the double 
ammonium phosphates of the elements of the former category 

* From Am. Jour. ScL, Till, 206. 

t Am. Jour. ScL, yol. wi, 288. This Tolnme, p. 121. 

t Am. Jour. 8ci., toI. rii, 187. Thia Tolame, p. 190. 
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apprn^ f^ ^ leoioved in the series ftoo^^J^^l^ tiey are 
coifcnpoufldfl ^^ game w true of the sinipi^ Zi® bexyUium, 
an^^ ^^® ,^e 1***®^ category, the extent of ®P^*es of 
me.-r«nber8 oi ^^^paratively. According to the ^^t solvent 
act=aon is sUg*^ osiciiuii, barium, and strontiuto f^**'^ J^oided 
in -tlieUteiat^i^c phosphate or acid phostjW^ individu- 
aU.:y a neutral ^ ^:^^ acooiding to thV^ i**^^**' 
or less degree ^^^^^^^^^ ^^^^ the ^ ^itions of 

cl^oride, or ainm^^'Xt ^f' ^ ^' ^OP^^ phosphates 

w<ere obUed. The effect of anmonium salts in presence of 

ammonia seemed to promote the formation of the tribaac salt 

in the case of calcium and strontium; barium tends to form 

tlie barium acid phosphate ahnost exclusively even m the 

presence of ammonium salte and free ammonia. No double 

axninonium phosphate of either calcium, strontium, or barium 

-was produced under any condition. As is well known, 

mercury does form an ammonium mercury phosphate, but the 

salt is soluble to so great a degree in ammonia, ammonium 

chloride, and even in the precipitant itself, that nothing of 

any value for analytical work seemed likely to come from ite 

study. 

The Ammonium Beryllium Phosphate. 

The ammonium beryllium phosphate has beeen described 
by Roessler * as a crystalline salt produced by boiling some 
time in ammoiuacal solution tlie phosphate precipitated by 
ammonium phosphate, though the best resulte of this treatment 
failed to yield the ideal constitution of this salt, NH4BeP04. 
This same precipitote cannot be obtained, Roessler further 
stotes, by using a sodium salt as the precipitant. In order to 
follow out this work of Roessler, a solution of benyllium 
chloride for use was prepared as follows: The pure beryllium 
chloride of coimnerce was dissolved in as little water aa 
• Fretenina, Zeltachr. anaL Chem., zrii, 148. 
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possible and treated for the precipitation of aluminum by 
ethereal hydrochloric acid,* After filtering and evaporating 
from the filtrate the ether and a part of the hydrochloric acid^ 
the beiyllium was precipitated with ammonia, filtered to 
remove any members of the magnesium group, and washed 
free from ammonium chloride. The larger part of the 
precipitate was dissolved in hydrochloric acid in slight excess, 
and boiled with the reserved portion. After filtering, the 
solution was diluted to definite volume and standardized by 
precipitating measured portions of the solution with ammonia, 
filtering on asbestos under pressure in a perforated platinum 
crucible, igniting the residue and weighing as the oxide. The 
results recorded in section A of the following table were 
obtained by precipitating definite volumes of the pure solution 
of beryllium chloride with ammonium phosphate in a platinum 
dish, dissolving the precipitate in hydrochloric acid in faint 
excess, and while hot precipitating slowly with dilute ammonia, 
boiling (while the solution was kept distinctly ammoniacal) 
until the flocky precipitate was entirely converted to a fine, 
powdery, semi-orystalline, rapidly subsiding mass. A quarter 
to a half-hour is necessary under the most favorable conditions 
to cause this conversion. After cooling, the precipitate was 
filtered off on asbestos under pressure in a perforated platinum 
crucible, washed carefully with distilled water, dried, ignited 
and weighed. The filtrate was tested for beryllium by boiling 
with ammonia. None was found in these cases, nor in any of 
the following work. Faint traces of chloride were found in 
the residues after ignition after dissolving in nitric acid and 
testing with silver nitrate. 

The results are in every case in excess of the theory for the 
pyrophosphate derived by ignition of the ammonium beryl- 
lium phosphate, possibly because the ammonium chloride 
present may have a tendency to form a salt too rich in ammo- 
nium (as was shown to be the case with the magnesium salt), 
consequently giving too much phosphoric acid in the ignited 
residue ; or, because of inclusion of the chloride and phosphoric 

* Am. Jour. Sci., ir. 111. This Volnme, p. HI. 
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wi4. lliK^^ ^ ^- ^^ably be expected that some phosphoric 
Bftil inay \»\xeV*' ^^^^^ *^ trace of chloride was found. Either 
01 \>otii ol \)a.e^ Stances may have been held mechanically, 
ot in comVsmUO^' 

It ^wBs io\mA taat on boiling for some time the solution of 
^^Uiiim claloTii^ 'With microcosmic salt — (6) section B of 
^B table — oad P^cipitating in the same manner as when 
^Bamonimn pbospliate was used the same sort of powdery 
-D^ass remained as was obtained by the ammonium phosphate. 
The residue being tested for sodium according to the method 
bro\ight out by Kreider and Brecken;ridge,* showed sodium 
present to the amount of 0.0062 grm. reckoned as sodium 

-F ^^ ^\ ^^ ^^^y be reasonably supposed that the presence 
e sodium was due to one of two causes, — inclusion of 
liiTnTf phosphate, or a tendency on the part of the beryl- 

sodi ♦ ^^^^ ^^ ammoniumf sodium beryllium phosphate or a 
exist. T ^^^^^ phosphate, both of which are known to 
great ca ^^^ boHing of the precipitates is tedious, and, unless 
if the a ^ ^®^> may involve small losses of material ; hence 
^^^^atment ^^^te could be obtained with less boiling such 
section C f^iT ^ decidedly advantageous. The results in 

^^^ to theiot^^^*"^^ ^^"^ ""^^^^ ^^ "^^^ microcosmic 

cooJino- jj]/^ . ^"^Utions of the chloride, boiling five minutes, 

condition of th ^^ ^^ ^^ ashless filter — because of the flocky 

the i^sidue in ^ P^^ecipitate — treating as usual before igniting 

with those h^ Platinum crucible. The results compare well 

lium — alth ^ed by long boiling of the precipitated beryl- 

nium chlo *r^ ^ ^*^ ^^^'^ ^ excess of the theory. That ammo- 

chanirinff th ^^r©» ^^ ^ cases above, has a marked effect in 

Ducrocosm* ^ Constitution of the phosphate precipitated by 

presence i ^^^t is not readily seen. It is obvious that the 

Precioitat ^^ excess of the soluble phosphate is essential to 

from t"h ^-^ bexyllium as the double ammoniiun phosphate 

^^Vvlts recorded in section D of the table, where, 

t Pex^S"^" ^^i., ^5» 268. Volume I, p. 401. 
^^▼. 368 ' ^*^^. C^em. (Liebig), Ixr, 174; Atterberg, BuUetin Soc. Cbim., 

\ ScheHcj^ A.XUI. Cbem. (Liebig), clx, 144. 
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after the precipitate of beryllium phosphate had subsided and 
the supernatant liquid had been poured off, the precipitate di&. 
solved in hydrochloric acid was brought down again at the 
boiling temperature with ammonia either alone or in piesenoe 
of ammonium chloride. The results obtained show that the 
salt approaches the constitution of the tribasic phosphate, 
when it is precipitated in presence of a fidnt excess of phos- 
phoric acid, even though ammonium chloride in large amount 
be present. 

TABLE L 



fcp. 


BesPAMRMpondiag 
toBeCl,. 


Ba^^jj^ongijjood^ 


(HH4)iF0*. 


HH.a 


Takon. 


Found. 


Brror. 


Takm. 


FoOBd. 


Brror. 


1 


!5! 

(8) 
(4) 
(6) 


gnn. 
0.3578 
0.3578 
0.3578 
0.8578 
0.8678 


gmu 
0.8613 
0.3808 
0.3707 
0.3640 
0.3680 


0.003M- 
0.0230+ 
0.0129+ 
0.006^ 
0.0102+ 


gim. 

* • • 

■ • • 


gnn. 

. • • 


gmu 


gnn. 
2 
2 
2 
2 
2 


gnn. 


B. 


HKaNK.P04 




(6) 


0.3578 1 0.8697 0.011^ | . . . | . . . | ... 


C. 




(7) 

(8) 

(9) 

(10) 


0.8578 
0.8578 
0.3578 
0.3578 


0.3618 
0.8680 
0.3729 
0.8681 


0.0040+ 
0.0102+ 
0.0151+ 
0.0053+ 






• . . 


1.2 
1.2 
1.2 
1.2 


* *ib 

60 


1 


(11) 

(12) 

(18) 

H) 


. . . 


. . . 


• • • 


0.2700 
0.2700 
0.2700 
0.2700 


0.2680 
Oi2089 
0.2936 
0.2507 


0.0111- 
0.0289+ 
0.0236+ 
0.0193- 


0.6 
0.5 
0.5 
0.6 


—10 
-60 



From the work described it is clear that the ammonium 
beryllium phosphate is not obtained in ideal condition by pre> 
cipitating a solution of the chloride with ammonium phosphate. 
Roessler's own results were likewise only approximately coiv 
rect, as he states. It is also plain that hydrogen sodium 
ammonium phosphate precipitates the ammonium beryllium 
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^os^kttteVSV ^^Ye ^1^^^^^ ^^ nearly ideal asdoes the ammaninm 
phospk»3tfc,'^^^^^J^^ ^Sfect of the ammonium chloride in either 
caab \a iiot tP^^^^ in prodncing a phosphate containing 
aminoiuau O*- ^^^^ uuportanoe in obtaining the ammonium 
^^t\B ftnQSce^ ^ tihe soluble phosphate, for when the amount 
<>f the precipi***^* is reduced to a little more than the theo- 
retical amount ^^ condition of the phosphate coincides almost 
exactly vn&i the theory for the tribasic phosphate, even though 
a large excess of ammonium chloride be present When there 
IS an abundance of the precipitant the results are all in excess 
of the theory, which may be accounted for on the supposition 
tliat foreign material is included — the chloride of ammonia and 
*^ soluble phosphate —to a greater or less extent by the pre- 
<5ipitate. The formation of a phosphate of beryllium contain- 
"*g too much ammonia and phosphoric acid, or, in case of the 
of ^f^^^^^ ^ microcosmic salt, sodium by the formation 
lium IK ^^'^^ *°^nionium beryllium phosphate and sodium beryl- 
phosphate (known salts), is not definitely proved. 

^5S« Ammonium Zinc Pho9phate. 

mom'mn ' ^^ f and Heintz % separately found that am- 

zinc sulubAf^ Phosphate is formed by boiling a solution of 

investigated 1 ^*** ammonium phosphate. This salt was 

that if to a, i ^ ^^ ^* Guyard (Hugo Tamm),§ who foimd 

acid suDArtt ^ *^^^^ ^^ * ^^^ ^* ^^ *^ organic or a mineral 



is dissolved ^^t®^ "with ammonia until all the 2dnc oxide 
60(Ifi22ii ni ^^ made faintly acid with hydrochloric acid, 
which on hp' ^^•'^ ^^^ added, a flocky precipitate resulted, 
was converf/!!^^ kept near the boiling point for some seconds 
filtered t^^ ^ orystalline zinc ammonium phosphate, which 
gieatest fT^^ and 'was washed free from impurities with the 
thrown A ^^- -^^ found that all the zinc in solution was 
iffniti ^^^ ^'^ tlie ammonium zinc phosphate, which on 
jjj^v.. ^^^^e4 the zinc pyrophosphate. With care in 
"^ thi^ process to avoid an excess of the precipitant, 

To^' ^^*^- (Ulebig), cxliii, 166. S Chem. Newi, jjIt, 14a 
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and the presence of sodium and potassium salts (on account 
of the danger of ocolusion) the precipitation of the ammo- 
ninm zinc phosphate, ignition, and weighing as the pyro- 
phosphate made, Guyartl believed, an ideal process for the 
estiumtiun of zinc- Although there was slight solubility of 
the salt, it made an insignificant loss when the process was 
handled properly- Acida present, or certain alkalies to any 
great extent, increased tlie solubility of the s^dt so much 
that the loss became appreciable. Another source of error 
was to Guyard's mind loss of rine during the ignition 
of the zinc ammonium phosphate with the paper on %irhidi 
the precipitate had been collected. Garrigues* found, in 
estimating zinc in a practical way, that this process advocated 
by Guyard gives in solutions of zinc free from salts of all 
metals, even alkaline salts — ^ solutions that from previous 
steps in analysis, however, must have contained ammonium 
chloride in large amount — as satisfactory results as Guyanl 
claimed for it, Garrigues' method of procedure was to add 
acid diammonium phosphate to a warm solution of zinc 
exactly neutralized with either hydrochloric acid or ammonia, 
so that the weights of zinc ammonium phosphate and that 
of the diammonium phosphate added should be as one to 
five respectively, to heat until the flocky precipitate becomes 
crystalline and subsides, filtering off on asbestos, dr}*ing at 
100° C. and weighing preferably, although the residue may 
be ignited without loss, since the filtmtion is made on asbestos 
in a perforated crucible. Langmuir f modifies the method by 
destroying with dilute acetic acid any free ammonia ttuit may 
be left in the solution after boiling. 

In the work that follows, in which an attempt was made to 
show what precipitate is formed from a solution of zinc by the 
action of a soluble phosphate, also what effect ammonium 
chloride has upon the precipitate, a solution of zinc chloride 
prei>ared as detailed below was employed. The pure zinc 
chloride of commerce was treated with zinc carbonate, filtered 
and precipitated with ammonium sulphide- This precipitate 

^ iToui-. Am. Chem. Sou., xix, 636. t Jour. Am, Cliem* Soc*, jsl^ 116^ 
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^J^Xjoi-AVP- ^Ydcl^ excess of hydrochloric acid until all the 
ifdto«iTi«^^ V ^^*^ removed, and then was precipitated 
mtti soatara ^ ^^^^te. After washing carefully until all 
tie c^Aofiflie "^^ ^^inoved, the greater part of the carbonate 
"waa diaaoWed ^ ^^phimc acid in slight excess, boiled with 
the Temaimng Portion of the carbonate and filtered. This 
solution ^ut^ to definite volume was standardized as sul- 
phate by evaporating the solution to diyness in a platinum 
crucible and heating the residue.* The heating is carried 
on safely by so placing the platinum crucible in a radiator 
Cconaisting of a crucible and a triangle) that the bottom of 
the platinum crucible was held about one centimeter above 
the bottom of the outside crucible. Constant weights were 
obtained in successive treatment with a few drops of sulphuric 
a^id and heating over the radiator. The results obtained in 
this manner were a trifle higher, though in fidr agreement 
K^ en the nature of the carbonate process is taken into 
consideration) with determinations of the zinc in the solu- 
as oxide after precipitating with sodium carbonate with 
^ uai precautions, filtering off on asbestos under pressure 
watTr ^^?^*^ platinum crucible, washing with distiUed 
Bkowin^^^" *M igniting. Results are given m Table H 
portion^ , ^''^^Unt of zinc sulphate found in five different 
of zinc ^7 ^^ forty cubic centimeters of the solution 
tenninati* P^te, and, for comparison, the results of de- 
included. ^^ ^ ^iixo oxide by the carbonate processes are 



TABLE n. 









Mmo Talna of ZnO 

oorreipoading to 

Z118O4 in 40 em* 

of ■olutlosi. 



0^12 



ZnO found in 40 on 
of wlutlon by 
predpltAtion m 
ibe etrboDftte. 



gnn* 
0.2691 
0.2686 
0^11 



• ^^•^^It^^gncr, Analytiiche Chemie, 6te Aaflage, toL il, 117. 
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Definite portaoiis of the soInticHi of rine snlphmtj^ w^ib 
carefully drawu bom a burette into a platmom dish, heated and 
Iraated with ammoiuuiii pbogphate until the solution tumad 
red litmus paper blue* The whole was heated until the flocky 
precipitate became ciystaUine and fell to the bottom of flie 
diih. The solution after standing as recorded in section A of 
the table vms filtered off on aabeetos under presaure in a 
perfomted platinum crucible, and the precipitate was washed 
with dktilled water, dried, ignited and weighed. The filtrate 
in each case, as in all following cases, was tested for zinc with 
sulphuretted hydrogen* The results leeonled in section B 
the table were obtained in the same manner as those of i 
A, with micTocosmic salt substituted for the mmnoninm salt] 
the precipitant The results are below the theoiy for 
pjTopbosphate, but no appreciable amount of rinc appeared in 
the filtrates* Neither amtnonium phosphate nor ammonium 
sodium phosphate seems to pr^ipitate the ideal ammonium 
2inc phosphate under these conditions; and the time of 
standing appears to be without effect. 

The results recorded in section C were obtained by precipi- 
tating the warm solution of the zinc in presence of large 
amounts of ammonium chloride by adding miczoeoemic salt 
until the solution was aUcaliue to litmus. From these results 
it seems that the presence of ammonitmi chloride is essential 
for the conversion of the zinc phosphate precipitated by 
hydrogen sodium ammonium phosphate to the anunoniiim tine 
salt As a matter of fact the solutions employed by Guyaid 
and those in which estimations are made by practical workers 
do contain ammonium chloride formed in preTious steps of the 
analysis. The proportion of zinc to phosphate suggested by 
Garrigues — 1 : 5 — is the amount of soluble phosphate neces- 
sary to turn red litmus blue after the zinc is precipitated. In 
order to find out whether the presence of so lai^ an amount 
of the soluble phosphate is necessary in presence of ammonium 
chloride, the solution of ziuc sulpliate was precipitated in 
presence of the necessary amount of ammonium chloride by 
the microcosmic salt in small excess above the equivalent of 
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^ the solution -was made ^ 

ifiea «»c ^^th & ^®^ ^°P* °^ ^'^^ ^iiiQw* ^ttunoniacal 
to Utmtis f^ ^j^ to convert the precipitate^ ^^ •^^o" 
anari after ^^SLperiiaent (15) shows tliat p^^,.^ ciystalline 
cft^^dition. ^Jijieae conditions. The zinc left fv^**° ^ °*** 
coanpletei^^*,^ at once as sulphide, and esti^^T^"'^^ 
^« W*SolviBg in hydrochloric acid ^^ ^""^ 
03cide, after ^J^^ "*** Precipitating 

TABLE nL 




4 
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with sodium carbonate. In (16) of the table the first filtrate 
was treated with an excess of microcosmic salt, and boiled* 
Another portion of the ammonium zinc phosphate was 
precipitated, and was filtered off and estimated. No zinc 
was found by sulphuretted hydrogen in the second filtrate. 

From the results it seems obvious also that an excess of the 
soluble phosphate is necessary to complete the precipitation of 
the zinc as the ammonium zinc phosphate instead of partly 
ammonium zinc phosphate and partly tribasic phosphate. 

In section E of the table are recorded results where the 
precipitation was made in presence of an excess of the precipi- 
tant either alone or in presence of ammonium chloride, the 
solution being made faintly acid to litmus with acetic acid, 
according to the manner in which Langmuir recommends to 
conduct the precipitation. All the results by the method are 
low. The condition of the ammonium zinc phosphate most 
nearly approximating to the ideal is obtained as shown in (9) 
to (14) by precipitating in presence of ammonium chloride in 
large amount. Microcosmic salt is added until the solution 
containing the ammonium salt is alkaline and the whole is 
heated until the mass subsides in ciystalline condition. The 
amoimt of ammonium chloride should be twenty grams if the 
filtration is to be made as soon as the solution cools. One-half 
the amount will do if the liquid stands a number of hours. 
Larger amounts tend to give a salt too rich in ammonia. The 
time of standing seems to be a less important &ctor than either 
the excess of microcosmic salt or ammonium chloride. 

The Ammonium Cadmium Phosphate. 

According to S. Drewsen* the cadmium ammonium phos- 
phate is precipitated by allowing a solution of cadmium 
sulphate to stand twenty-four hours with ammonium phosphate. 
It is very soluble both in acids and alkalies. No further 
preparation of this seems to have been recorded. For the 
work on this salt to be given below, done with reference to 
the constitution of the salt precipitated by hydrogen sodium 

« Gmelin-Kraut, 6te Aaflage, iii, 74. 
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wasaoTstasa V xi^ ^te> the effect of ammonium chloride in the 

pt^\p\\aSioti^ c **^^ value of the salt for quantitative work, 

^^ bo\\i\aotv ^ /^^^Jiduin chloride employed was prepared as 

ioUo-wa; A- ^,^tion of cadmium sulphate acidulated with 

Ixydiocfaiotve ^^^ "Was precipitated with sulphuretted hydrogen, 

filtered and'^^^^^^ and the precipitated sulphide was dissolved 

inhydxocbloric Bcid and filtered from possible traces of copper 

and lead. The solution of the sulphide in hydrochloric acid 

^^^8 boiled until all the sulphuretted hydrogen was expelled, 

«Jid filtered on asbestos in a perforated crucible of platinum 

^Mider pressure. The cadmium in the filtrate precipitated with 

Munonium carbonate in excess was washed free from chloride, 

^issolved in hydrochloric acid and diluted to definite volume. 

yas standardized as oxide* after precipitating with sodium 

^ T^^^^ ^th the necessary precautions. 

e standard solution of cadmium chloride was drawn 

^^ 7 from a burette into a platinum dish, and, while hot, 

phos ?^^^^P^^*^ by adding hydrogen sodium anmionium 

ha^4^u. ^^*^ ^© solution was alkaline to litmus. After 

•"eatincf until ^k 

three h • solution became crystalline, the whole stood 

caae of r9\ ^ ^^^^ ^^ ^^ ^^ ^® ^'^^^ ^^ sixteen hours in 

02) in 7 .^^ C^)* before filtering. In experiments (4) to 

in f^Q g^ ^^®» recorded in the table, precipitation was made 

amounts of ^^^^^^ as in (1) to (3) in presence of varying 

ffltered aftp ^^monium chloride, and the precipitates were 

from the r ^*^ndiiig as stated below in the table. It is clear 

Jon^ stand* ^ that the cadmium separates out completely on 

ammoniuni ^ only. Moreover, the ideal condition of the 

abundan ^^tdxoiuxn phosphate is obtained only when an 

amount ^^ ^"^ axmnonium chloride is present ; but large 

where ^Jnixxonium chloride dissolve this salt. In (14), 

the aalf^*^^^^^^ "was added after precipitation was complete, 

^yj^^ I - -j^^^lved somewhat; also in (15), where the solution 

,. ^^^^tly axjid with acetic acid, a large part of the salt 

g,^^ *^*^^d. These weights of cadmium dissolved in the 

^ "^^t^ obtained by treating the filtrates with sulphuretted 

^ ^:rowiui^& ^^- Jo^- ^^* ^^^» ^^' Volome I, p. 220. 
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TABLE IV. 



Ex^ 


0011^ 

■poDdintf 


Found. 


Bmr. 


■rrorln 
temuof 
CMbnima. 


Cd^fOr 
oorre- 

^^Jod* 

foondln 


HVaN^P04 


NH4CI. 


Time 

of 

•Uod 

ing. 


toCdCl,. 












tlMfUtnto. 










grm. 


grm. 


gnn. 


gnn. 


grm. 


grm. 


gnn. 


hn. 


(1 


0.6972 


O.C^l 


0.0771- 


0.0434^ 


0.0059 


4.5 


^ , 


8 


2 


0.6072 


0.6135 


0.0837- 


0.0471- 


None. 


4.B 


. ■ 


16 


S) 


0-0972 


aoi34 


0.0838^ 


0.0471- 


None. 


4.6 


» , 


16 


li 


0.0972 


0.6792 


0.0180- 


0.0101- 


Tracfl, 


4.6 ; 


I 


16 


(6 1 


^mn 


0.0831 


0.0141- 


0.0079- 


0.01 la 


4.6 


10 


2 


6> 


0.6972 


0,6976 


0.0004+ 


0.0002+ 


Tra4?ff. 


4.5 


10 


16 


7' 


0.6972 


O.6069 


0.0OOS- 


0.0002-- 


Tmce. 


4.6 


10 ; 


13 


8i 


0.6972 


0.6962 


0.0010^ 


0.0006^ 


Trftce. 


4.6 


10 


16 


(9) 


0.6972 


0.6891 


0.0061- 


0.0046- 


0.0191 


4.5 


20 


16 


!!?! 


0.6972 


0,6972 


0.0000 


0.0000 


Trace. 


4.6 


20 


16 


0.6972 


0.6943 


O.0O3O- 


0.0016- 


Trace. 


4.6 


20 


16 


11! 


0-6972 


0.6737 


0.02S6~ 


0.01S2- 


0,0304 


4.6 


so 


la 


0,6072 


0,6656 


0.1817^ 


0.0741™ 


0.1378 


4.5 


80 


16 


0.6972 


0.6922 


0.0OSO- 


0.0023™ 


0.0088 


16 


10 


16 


0.6972 


0.3209 


0.8768- 


0.2117- 


0J449 


4,6 




16 



hydrogen, dissolving the sulphide in nitric acid, and weighing 
as oxide after precipitating with sodium carbonate. 

The ammonium cadmium phosphate is obtained in ideal 
condition by precipitating with microcosmic salt in presence of 
10 grm. ammonium chloride in a total volume of 100 cm' to 
150 cm' — shown in (6), (7), and (8) — filtering after stranding 
some time. On drying and igniting the pyrophosphate is left. 
Very large amounts of ammonium chloride — 80 grm. — 
dissolve the salt, and seem to tend to cause the formation of a 
phosphate too rich in ammonia. Either acid or ammonia in 
small amount dissolves the salt, as is shown in (14) and (16). 

The results of this investigation as to the analytical 
application of the double ammonium phosphates of beryllium, 
zinc, and cadmium may be summarized briefly as follows : It 
is impossible to estimate beryllium with accuracy as the 
pyrophosphate obtained by igniting the double ammonium 
phosphate precipitated from beryllium solutions by microcosmic 
salt or ammonium phosphate in presence of ammoniiun chloride. 
In presence of the proper amount of ammonium chloride (10 
grm. to 20 grm. in 100 cm'-200 cm' of liquid) zinc ammonium 
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phosphate can be obtaiiied in the ideal condition, which on 
ignition yields the pyrophosphate. This method may serve, 
therefore, for the accurate estimation of zinc. 

Cadmium may be estimated with accuracy as the pyrophos- 
phate if the precipitate by microcosmic salt in the nearly 
neutral solution containing ammonium chloride in the 
proportion of ten grams to one hundred cubic centimeters is 
allowed to stand several hours before filtering. In this way 
all cadmium separates out from the solution as a beautiful 
ciystalline mass of cadmium ammonium phosphate of ideal 
constitution. The conditions, must, however, be preserved 
with care ; there must be no excess of ammonia, no free acid, 
and no excess of ammonium salt beyond the quantity indicated, 
while that amount is necessary. 



xxxn 

SEPAEATION OF lEON FROM CHEOMIUM, ZIRCONIUM, 
AND BERYLLIUM, BY THE ACTION OF GASEOUS 
HYDROCHLORIC ACID ON THE OXIDES. 

Bt FBANEE 8TUABT HAVENS and ABTHUB FITCH WAT.« 

It has been shown in a former paper from this laboratory f 
that iron oxide may be completely volatilized as chloride 
by a strong current of hydrochloric acid gas acting at a 
temperature of 450 -500°, and also that the addition of a little 
free chlorine to the gaseous hydrochloric acid renders this 
action complete at lower temperatures, 180^-200°, without the 
danger of error arising from the liability of ferric chloride to 
dissociation, or from deficiency of oxidation in the oxide 
treated, or mechanical loss due to too rapid volatilization. 
It has also been shown that this reaction can be employed for 
the separation of iron and aluminum, taken as the oxides, and 
its application to the separation of iron from other metallic 
oxides has been suggested* 

The oxides of chromium, zirconium, and beiyllium, like 
aluminum oxide, are not acted upon by a current of diy 
hydrochloric acid gas at the temperatures before mentioned, 
and these oxides also can be entirely freed from iron by this 
reaction, as the experiments to be described will show. The 
procedure was the same in each case and analogous to 
that employed for the separation of iron from aluminum. A 
mixture of a weighed portion of one of these oxides with a 
weighed portion of ferric oxide, contained in a porcelain boat 
and placed within a roomy glass tube supported in a small 

• From Am. Jour. Sci., Tiii, 217. 

t Gooch and HaTenB, Am. Jour. Sci, Tii, 870. This Tolnme, p. 215. 
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combustioii furnace, ^vf^as submitted to the action of a diy 
current of hydrochloric acid gas and chlorine generated by 
dropping sulphuric acid upon a mixture of strong hydrochloric 
acid, common salt, and a small amoimt of manganese dioxide. 
The gas was admitted at one end of the combustion tube and 
passed out at the other through a water trap, while the required 
temperature, from 200''-800'', was maintained by regulating 
the various burners of the furnace. The time of action varies 
somewhat with the condition of the oxide to be volatilized, and 
the temperature; generally an hour's heating at 200°, proves 
sufficient for the complete removal of 0.1 grm. of iron. At 
higher temperatures the action is more rapid ; but the lighter 
oxide, the beryllium especially, is liable to mechanical loss 
through the too rapid volatilization of the iron, as experiment 
(17), where a temperature of 600° was used, will show. It is 
better, therefore, to use lower temperatures, raising the heat 
for a few minutes when the action is apparentiy complete to 
ensure the removal of the last traces of iron. Tests showed 



»xp. 




Or,0,tekMi. 


CrsOg found. 


Error. 


i 

(4) 


gnu. 

o.icIot 

0.1007 
0.1010 
0.1019 
0.2007 


grm. 
0.1008 
0.1006 
0.1000 
0.1006 
0.1006 
0.1008 


grm. 
0.1008 
0.1006 
0.1002 
0.1008 
0.1006 
0.0999 


grm. 
0.0000 
0.0000 
0.0002f 
0.0002- 
0.0001- 
0.0004- 






2rO|tekaD. 


ZiO, found. 




(1) 

i 

(10) 
(11) 


0.1068 
0.1204 
0.1286 
0.2160 


0.1616 
0.1010 
0.1619 
0.1616 
0.1617 


0.1616 
0.1010 
0.1523 
0.1517 
0.1519 


0.0000 

0.0000 

0.0004f 

0.00014- 

0.0002+ 






BtO taken. 


BeO found. 




(12) 

(18) 

(14 

(15 1 

(161 

?17l 

(18 » 


0.0997 
0.1046 
0.1215 
0.1510 
0.0280 


0.1809 
0.1285 
0.0466 
0.1099 
0.1080 
0.1806 
0.1081 


0.1811 
0.1286 
0.0457 
0.1099 
0.1081 
0.1200 
0.1088 


0.0002+ 

0.0000 

0.0001+ 

0.0000 

0.0001+ 

0.0016- 

0.0002+ 
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the residual oxides from which the ferric oxide had been 
removed in this mamier to be entirely free from iron. 
* The separation of iron from chromium, zirconium, and 
beiyllium by this method is obviously complete within veiy 
satisfactory limits of error. 
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THE lODOMETRIC DETERMINATION OF GOLD. 

Bt F. a GOOCH and FBEDERICS a MORLEY * 

In a recent attempt to measure small amounts of gold in 
solution by titrating with sodium thiosulphate the iodine set 
free in the action of an excess of potassium iodide upon auric 
chloride, Petersonf has been led to conclude that, on the aver- 
age, one-half more thiosulphate is used up in changing the 
characteristic starch iodide blue to the faint rose color which 
precedes entire bleaching than is called for upon the theoiy 
that the thiosulphate is simply converted to the tetrathionate 
in the usual manner. Peterson explains the anomaly upon the 
hypothesis that, besides acting upon the free iodine, the thio- 
sulphate is used up coincidently by interaction with the aurous 
salt, formed in the reduction, with formation of a gold sodium 
thiosulphate on the type of the well-known silver sodium thio- 
sulphate. The reaction of this hypothesis is in the nature of 
things most improbable, since there is no reason to suppose 
that the soluble double thiosulphate could resist the action of 
the free iodine which is present to the end ^ the appearance 
of the rose color, and our study of the reaction of sodium thio- 
sulphate upon the mixture of gold chloride and potassium 
iodide, the account of which follows, discloses no evidence of 
the consumption of more thiosulphate than is demanded by 
the usual theory, which postulates the simple formation of the 
tetrathionate by the interaction of the thiosulphate and free 
iodine. 
It appeared in the course of our preliminary experimenta- 

* From Am. Jour. Sci., yiii, 261. 
t Zeitschr. anorg. Chem., xiz, 63. 
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tion that, while practically similar results were obtained by 
adding the thiosulphate until the blue of the starch iodide had 
changed to rose, the indications were somewhat more con- 
cordant when the final rose color was developed by adding 
iodine to the solution from which the blue had been bleached 
to colorlessness by a slight excess of the thiosulphate. 

It appeared, also, that the reduction of the auric salt, with 
the consequent liberation of iodine, is conditioned by the vol- 
ume of the solution, the mass of the iodine present, and the 
time of action. 

The following statement, in which each result is the average 
of several titrations in close agreement, shows the effect upon 
the immediate evolution of iodine brought about by adding 
varying amounts of water to the gold solution before introduc- 
ing the iodide, and the effect of different amounts of iodide 
at different dilutions. 







Gold 
ohlorida. 


Volume 
before the 
addition of 

thethio. 
Bolphate. 


0.01 gnu. 


0.02 gnu. 


0.06 gnn. 


0.1 gnn. 


0.2 gnn. 


0.00087 grm. 


ll^(§ . 

Ill i 

5 ^ 


ro.81 

0.77 
0.74 
0.61 
0.45 


0.81 
0.78 
0.72 
0.61 
0.49 


0.81 
0.80 
0.78 
0.68 
0.60 


0.82 
0.81 
0.79 
0.76 
0.72 


0.84 
0.81 
0.80 
0.79 
0.75 


0.00087 
0.00087 
0.00087 
0.00087 
0.00087 


em* 

16 

25 

60 

100 

200 



It is evident that for the smaller amounts of iodide the lib- 
eration of iodine decreases rapidly with the dilution. The 
larger amounts at the highest concentration show readings 
a trifle above the normal — perhaps because the weU-known 
effect of concentrated solutions of a soluble iodide upon the 
delicacy of the starch end-color begins to appear. At vol- 
umes lying between the limit of 25 cm^ and 60 cm' 0.1 
grm. of potassium iodide is an appropriate amount to use; 
at a volume of 15 cm^ 0.01 grm. to 0.05 grm. of the iodide 
will do the work; and at lower dilutions, as will appear in 
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*/ t3 ^ ioWo-w, e^cno. Ibss of the lodxde is 

' ^^ ^eriiae^^ oi ^Ixicli the details ate gi^en 

hijli^ ^ ^^ ^*I«Ae oi a aolvrtioxi. of puie gold chloxide 

^.ble^V'^^^ !fuo«^«^^^^y^« according t«.^««^«thod 
5* %^ -^ ^^ t ceu^«™«^ solxttaon of iodine wa« p^ 

P^S^n"^^^^^ ^ivi^y Bt«rxd«rdi.ed agaiBst ^ac% 

S'^^Z^^^^ I ^^ ^^gexxt. ^Wch bad been 8ta^. 
S^ fis ^^f^* .Ikxe staixda.^ iodine prepared «« je^cnbed. 
S^U^^1^^>^;^U iodiae exnployed contan^ed 10 gnu. 

'^'^T^af^^^^ :^litet. . „nnvenient amoimt of the 

*^ ^"^^ t^^t^^^'^M^^x ^^r^ atom of gold) present, 
^^^\ 'CD»r^^\o^^^\^oTiA& Cox every »w ^ ^ 

^^** «'*-*° <,.001'012 = 0.001061 gt«. of 80U- 
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TABLE L 





Gold chJoridc 


— 


0.8710 to 1 Uter, 






Sodium thioitilpbi.te, nearly ^ = 


1.7012 ^' 


(f 






Iodine, Dearly ^ ^ 


1.8697 " 


tt 






Volume at begiiming of tltntion, approximately 60 on*. 






AtiGI, 


El 


^^ 


Gold loiukd. 


TbeorT 


Smr. 


F^rcflot 




em* 


grnu 


can" 


gfttL, 


grm. 


gTEB' 




(2) 


5 


0.06 


4.02 


0.00426 


0,00436 


0i)0009- 


2.1 


6 


0.06 


4.01 


0.00426 


0.00435 


0.O0OIO- 


2.3 


3) 


6 


0.06 


4.06 


0.00481 


0.00436 


0.00OO4- 


0.0 


V) 


6 


0.05 


4.07 


0.00432 


0.0O4S6 


o.oooos- 


0.7 


(5) 


6 


0.06 


4.04 


0.00428 


0.00435 


0.00007^ 


1.6 


7 


10 


0.08 


8.17 


0.00867 


0.00871 


0.00004- 


0.5 


10 


0.06 


8.16 


0.00864 


0.00871 


0.00007- 


0.8 


8 
(9 


10 


0.08 


a 16 


0.00866 


0.00871 


0.00006- 


0.7 


10 


0.08 


8.16 


0.00864 


0.00871 


0.00007^ 


0.8 


(10) 
H) 


10 


0.08 


8.19 


0.00869 


0.0O871 


0.00002- 


0.2 


10 


0.08 


8.46 


0.00897 


0.00871 


0.00020+ 


3.0 


(12) 


10 


0.08 


8.24 


0.00874 


0.00871 


0.00003+ 


0.3 



Plainly, these results accord reasonably with the theory that 
two molecules of the thiosulphate are the equivalent in this 
reaction of two atoms of iodine and one atom of gold. There 
is no evidence whatever of the excessive action affirmed by 
Peterson. 

The strength of the standard solutions used in the experi- 
ments described was such that an error of 0.01 cm^ in reading 
the volumes used would correspond to an error of 0.00001 
grm. of gold. It is not to be expected that such readings can 
be trusted ordinarily to a higher degree of accuracy than 0.02 
cm^. In case all three solutions should be read to this limit 
of accuracy with the errors of all lying in the same direction, 
the summation of error would correspond to 0.00006 grm. of 
gold. 

In the following experiments, therefore, solutions obtained 
by properly diluting those of the previous series were em- 
ployed. The use of a more dilute solution of gold obviated 
the necessity for diluting the mixture of gold chloride and the 
iodide before titrating with the thiosulphate. It was f oundt 
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TABLE n. 



JL 


Goldchlorye 




= 0.0871 to 1 liter. 




Sodium ihioiuiphAte, isewly -^ - 1.7013 " " 






Iodine 


oearly 




"1.3697 -' " 






Solution of gold chloride 




K^ 




EI 


^^^f* 


tekiu. 


Gold 
foun4 


Xnt»r. 




«31^ 


rn^ 


em* 


gntu 


fRB. 


groL 


s 


10 


0.01 


0.83 


o.oooy7 


0.00068 


0.00001-1- 


10 


0.01 1 


o-sa 


0.00067 


0.00068 


0.00001-h 


(3} 


10 


0.01 


Vim 


0.00087 


0.00065 


0.00002- 


^) 


10 


0.02 


0.64 


O.D0087 


O.OU069 


0.000024- 


5 


10 


0,02 


0.S8 


0.00087 


0.00093 


O.OOOOC-h 


aj 


10 


0,02 


0.82 


0.00087 


0.00087 


0.00000 


'7J 


10 


0,02 


0.88 


0.00087 


0.00003 


0.00006^- 


&J 


10 


0.02 


0.83 


0.00087 


0.00086 


0.000014- 


¥i 


10 


0.10 


0.S0 


0,00087 


0.00085 


0.00002- 


(10) 


10 


0.10 


0.83 


0.00087 


0.00087 


0.00000 


On 


10 


0.01 


0.83 


0.00067 


0.00088 


0.00001+ 


(12) 


9 


0.01 


0.73 


0.00078 


0.00077 


0,00001- 


B 


0.01 


0.65 


0.00070 


0.00069 


0.00001- 


14J 

(16> 


7 


0.01 


0.5S 


0.00061 


0.00061 


0.00000 


6 


0.008 ' 


0.51 


0.00O62 


0.00054 


aOQ002+ 


U^) 


6 


0.008 


0.41 


0.00043 


0.00044 


0.0000H- 


(17) 


4 


, 0.005 


0.35 


0.00036 


0.00O.17 


0.00002+ 


(18) 


8 


0.0O6 


Ol24 


0.00026 


0.00026 


0.00000 


(19) 


2 


0,003 


0.21 


0.00017 


0.00023 


0.00006+ 


m 


1 


0.003 


0.10 


0.00009 


O.000U 


0.00002+ 


1 




Go 


Id chloride 




= 0.C 


m\ to 1 lite 


r. 




So^ 


3iuin thiosu 


ilphate, DC 


arljr^ = 0.1 


7012 '' '* 






loc 


line, nearly 


H 
iii» 


= 0.1 


3697 " " 




(21) 


10 


0.01 


8.89 


0.000871 


0.000890 


0.000019+ 


(22) 


9 


0.01 


7.46 


0.000784 


0.000790 


0.000006+ 


(28) 


8 


0.01 


6.80 


0.000697 


0.000668 


0.00002^ 


(24) 


7 


0.008 


6.60 


0.000610 


0.000688 


0.000027- 


(26) 


6 


0.008 


6.12 


0.000623 


0.000643 


0.000020+ 


(26) 


6 


0.006 


4.28 


0.000436 


0.000449 


0.000014+ 


(27) 


4 


0.006 


8.38 


0.000348 


0.000368 


0.000010+ 


(28) 


8 


0.003 


2.66 


0.000261 


0.000270 


0.000009+ 


(291 


2 


0.003 


1.71 


0.000174 


0.000181 


0.000007+ 


(80) 


1 


0.003 


0.90 


0.000087 


0.000095 


0.000008+ 



however, that when the ^^ solution of iodine is employed a 
correction of 0.1 cm* for volumes not exceeding 80 cm* be- 
TOL. n. — 18 
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comes necessary — the amount required to bring out the rose 
color in blank tests containing no gold. After the introduc- 
tion of 0.1 cm' of y^ iodine into a nuxture of potassium 
iodide and starch indicator of volume not exceeding 30 cm', a 
single drop of the gold solution — equivalent to 0.000002 grm. 
of gold — gave a distinct rose color: before such adjustment 
of the solution five drops — equivalent to 0.000010 of gold — 
were needed to develop the same color. 

These results run on the whole as regularly as could be 
expected, and the use of the dilute standard solutions is 
obviously of advantage. 

In the practical application of any such process for the 
determination of gold, the elementary form of that metal is 
the natural starting-point. To get the metal into solution 
with chlorine water or mixed hydrochloric and nitric acids is 
an easy matter, but the removal of the excess of the oxidizer 
by evaporation without reducing some auric chloride to the 
aurous form is difficult. We have found, however, that the 
free chlorine may be removed from a solution of auric 
chloride, without reducing the auric salt, by treatment of the 
solution with ammonia in excess, boiling gently, acidifying 
with hydrochloric acid and heating if necessaiy to redissolve 
the precipitate by ammonia, again treating with ammonia and 
heating, and once more acidifying. On the second addition 
of ammonia no precipitation usually takes place with the 
amounts of gold which we have thus handled, perhaps because 
enough ammonium chloride has been found to hold it up. 

The following table contains determinations made with 
such a solution of pure gold leaf — tested gravimetrically as 
to purity. 

Obviously, this method, which rests upon the hypothesis 
that sodium thiosulphate acts in the normal manner only 
upon the iodine set free by the interaction of gold chloride 
and potassium iodide, offers trustworthy means for the 
determination of small amounts of gold. 
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Gold chloride made by diBsolying 0.0104 grm. of pure gold in the maimer | 


described and diluting to 200 cm*. 








Sodium thiosulphate, nearly ^ = 


0.17012 to 1 liter. 




Iodine, nearly ^ 


= 


0.18697 " 


M 




Potasaium iodide 


zr 


10 grm. " 


M 




Portions were treated with the potassium iodide without preyious dilution. 1 


Sep. 




EI 

Uk«L 


'^°* 


Oold 

ta«L 


found. 


Xmir. 




cm> 


grm. 


cm* 


Brill 


BTtn- 


ffrm- 


0) 

(21 


1 


0.00& 


0,56 


0.000062 


0.000068 


0.0000064- 


1 


0.006 


0.66 


0.000052 


0.000068 


0.000006+ 


^31 


2 


0.006 


1.06 


0.000104 


0.000112 


0.0000(»+: 


^ 


2 


0.006 


1.08 


0.0001D4 


0.000114 


0.000010+ 


(6) 


6 


O.Ol 


2.46 


0-000260 


0.000:^ 


0.000000 


<6} 


6 


0.01 


260 


0,000260 


0.000266 , 


0.00000&f 




& 


0.01 


2.46 


0.000260 


0.000260 


0.000000 


6 


0.01 


2.60 


0.000200 


0.000266 


O.OO0OO&4- 




6 


aoi 


2.50 


0.000^0 


0.000266 


0.000006+ 


10 


0.O2 


4.86 


0.000620 


0.000616 . 


0.000006- 


(11) 


10 


0.02 


4.86 


0.0006*20 


0.OOO617 


0.000003^ 


(12) 


10 


0.02 


4.90 


0.000520 


0.O0062O 


0.000000 


(13) 


10 


0.02 


4.80 


0,000620 


0.000612 


O.O01HXW- 


(14) 


10 


0.02 


4.84 


0.000620 


0.000616 


0.000004- 



XXXIV 

THE ACTION OF ACETYLENE ON THE OXIDES 
OF COPPER, 

Bt F. a. GOOCH Am DbFORSST BALDWIN.* 

In a recent paper by Erdmann and Kothner f an account is 
given of the foimation of a peculiar, light-brown, highly 
voluminous substance by the action of acetylene below 250° 
C. upon cuprous oxide, or even (though more slowly) upon 
copper. The product obtained by passing acetylene during 
eighteen hours over 1 grm. of cuprous oxide (prepared 
from copper sulphate, grape sugar, and sodium hydroxide) 
amounted to 7 grm. and filled a space of nearly 800 cm'. 
At higher temperatures a black carbonaceous mass is the 
result, and at red heat (400°--600° C.) carbon is deposited in 
graphitic condition. The light-brown fluffy material yielded 
cuprous chloride to hydrochloric acid, a distillate from its 
mixture with zinc dust possessing the characteristics of 
naphthene or, at higher temperature and under rapid heating, 
aromatic compounds among which naphthalene and a kresol 
were indicated. Erdmann and Kothner classify this body as 
a veiy complex but non-explosive copper acetylene (acetylen- 
kupfer,), and from their analyses deduce the formula C44HM 
Cuf Apart from the unusual constitution of this symbol, 
its most striking peculiarity is that it implies a loss of carbon, 
rather than hydrogen, from the acetylene in the reaction with 
cuprous oxide — a condition of affairs which would be most 
remarkable in the light of Campbell's experience,} according 
to which acetylene passed over palladinized copper oxide 

* From Am. Jour. Sci., Till, 854. t Zeitochr. anorg. Chem., zriii, 49. 
t Amer. Chem. Jour., xtu, 690. 
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yielded water at 225^-280^ and carbon dioxide only when 
the tempeiature rose to 815^-320'' with the formation of a 
black deposit. Upon scrutinizing the figures of Erdmann and 
Eothner with care, however, it appears that the formula 
given by these investigators rests upon some oversight in 
calculation: the ratio of carbon atoms to hydrogen atoms 
proves to be actually, according to the data given, 6.45 : 6.70; 
which means, of course, that the new product is deficient, as 
would be expected, in hydrogen (not in carbon) as compared 
with acetylene. 

As to the content of the new substance in copper, the 
analytical data are unfortunately ambiguous; for we note 
the weights found of copper oxide converted into percentages 
of copper without preliminary reduction. If the &ult is 
typographical and in the analytical data, the calculated 
percentages of copper being correct, the average percentage 
of copper amounts to 15.48 : if, on the other hand, the ana- 
lytical data are right, the error being in their reduction, the 
percentage of copper amounts to 12.92. In the one case the 
summation of the analysis leaves a deficiency of about 1.5 
per cent, and in the other of about 4 per cent, which in either 
case m^y really represent oxygen in the substance. This 
condition of matters leaves Uie ^'acetylen-kupfer" of Erd- 
mann and Kothner in uncertain standing. 

More than thirty years ago it was noticed by Berthelot * 
that acetylene is polymerized by heat or decomposed partially 
into carbon and hydrogen, and that such action takes place 
more readily and at lower temperatures in presence of metallic 
iron with production of carbon, hydrogen and compounds 
different from those formed by heat alone. 

Moissan and Moureu f have observed the incandescence of 
acetylene passed over finely divided iron, cobalt, nickel, or 
platinum at the ordinary temperature, with production of 
carbon, hydrogen, and pyrogenic compounds, and have found 
the occasion of such behavior in the porosity of the metals 
employed. 

• Ann. Chim. [4], ix, 448. t Compl. rend., czzii, 1240. 
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It would seem natural, however, that the presence of oxygen, 
free or combined, may also play a considerable part in such 
phenomena, just as appears to be the case in the peculiar action 
recorded by Gruner J of carbon monoxide upon iron reduced 
by hydrogen, which, as Moissan has shown,§ is produced pure 
only with the greatest precaution and generally carries a 
large proportion of ferrous oxide. The fact that the ^^ acety- 
len-kupf er *' of Erdmann and Kbthner is produced more easily 
by the action of cuprous oxide upon acetylene than by the 
action of metallic copper upon acetylene, suggests that it may 
be the oxidizing power of the cuprous oxide which gives 
to this reagent its peculiar activity. The question arises, 
therefore, as to whether the copper is in reality an essential 
constituent of the compound of Erdmann and Kbthner. 

In our experiments upon the action of acetylene upon the 
oxides of copper (and other elements) we have conducted the 
gas (made in the ordinary way by the action of water on 
calcium carbide, and kept over water) over the oxide contained 
in a porcelain boat placed withina glass tube, 2 cm. in diameter 
and 50 cm. long, which was heated over a small combustion 
furnace. The glass tube was fitted at each end with a rubber 
stopper, one canying a smaller tube for the introduction of the 
acetylene and a high-temperature thermometer so held that its 
bulb rested horizontally immediately over the boat containing 
the oxide, while the other was fitted with a water-trap. In the 
preliminary experiments no attempt was made to purify the 
acetylene employed other than to keep it over water, or, since 
water is a product of its action upon oxides, to dry it : in later 
experiments to secure products for careful analysis it was dried 
and purified with care. 

We found that 225° C. is the temperature most favorable 
for the formation of the voluminous product obtained by acting 
with acetylene upon cuprous oxide as described by Erdmann 
and Kb'thner. At this temperature the tube is choked rapidly 
with the fluffy product and water forms, but, as Campbell 
found in his experiments upon palladinized copper oxide, no 

X Ann. Chim. [4], zxri, 6. $ Ann. Chim. [5], zxi, 109. 
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appreciable amount of carbon dioxide is produced* The 
content of the product m copper varies in the sample and in 
different experiments, our results lying between 1.54 per cent 
and 24.21 per cent of the substance taken for ignition. 

It appeared, also, that the action of acetylene upon cupric 
oxide is precisely similar to that upon cuprous oxide excepting 
the evident reduction of the former oxide early in the action. 
The amount of copper in the product of such action varied in 
our experiments from 6.53 per cent to 21.80 per cent. In one 
case the experiment of rensubmitting to the action of acetylene 
a product containing 9.84 per cent of copper was made with 
the result that a new growth of the substance formed which 
on analysis yielded 8.87 per cent of copper. 

A roll of copper gauze carefully reduced in hydrogen and 
then oxidized at one end in the outer flame of a Bunsen 
burner gave, when acted upon by acetylene at 226°-260** C, 
the characteristic deposit upon the oxidized end only, the 
unoxidized end being merely discolored. 

These results go to show that, while metallic copper may at 
comparatively high temperatures induce the polymerization of 
acetylene, it is an oxidizing action which starts at moderately 
low temperatures the formation of the peculiar derivatives 
under consideration. Thus we find that ferric oxide heated in 
acetylene at temperatures varying from 150® to 860°, accord- 
ing to circumstances, darkens, glows, and gathers with evolution 
of heat a dark carbonaceous deposit. In the products of such 
action we have found the content of iron varying from 2.80 
per cent to 5.86 per cent. 

Silver oxide, too, acts upon acetylene: thus, in one 
experiment, action was evident at the ordinary atmospheric 
temperature, and a violent explosion, which completely shat^ 
tered the boat and scattered metallic silver upon the sides of 
the glass tube, followed before the temperature reached 100**. 

In the locally violent explosion of the last experiment 
we have evidence of the formation in the early stage of an 
acetyUde which is decomposed later when the temperature of 
dissociation is reached. In the experiments with the oxides of 
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copper and iion the temperature at which the acetylene begins 
to act is evidently above the point at which sensitive acetylides 
would naturally dissociate, and we have in the observed 
phenomena no evidence of the formation of such compounds of 
copper and iron under the conditions of experimentation. 

In experiments (1) to (8) of the following table are given 
the results of the analysis of several products obtained by 
conducting acetylene (purified by passing through a solution 
of mercuric chloride in hydrochloric acid and dried over caustic 
potash) over pure cuprous oxide. The temperature was kept 
in these experiments at 225°, and in the course of a half-hour 
the tube was choked completely by material compacted by 
the pressure to (1) a spongy mass of light-brown color on the 
exterior next the walls of the tube, (2) darker within and (3) 
nearly black in the bottom of the boat, where the cuprous 
oxide lay originally. 



Exp. 


Wdght 
of sab- 
itaaoe 
taken. 


Found. 


Calculatod. 


CO, 


H,0 


CnO 





H 


On 


Oby 
diffw. 
enoe. 


(8) 


grm. 
0,1170 
0.2247 
0.1096 


gnn. 
0.8978 
0.7480 
0.8678 


gnu. 
0.0678 
0.0979 
0.0488 


grm. 
0.0022 

o!ob46 


grm. 
0.1086 
0.2042 
0.1003 


gim. 
0.0075 
0.0109 
0.0064 


o!o018 

o!obs6 


gnn. 
0.0008- 

0.66b8 


!8 


0.1860 
0.1188 


0.4116 
0.8098 


0.0579 
0.0461 


0.0182 
0.0817 


0.1128 
0.0846 


0.0064 
0.0061 


0.0146 
0.0258 


0.0027 
0.0089 



Per cent of carbon 
Per cent of hydrogen 
Per cent of copper 
Per cent of oxygen 



(1) 


(2) 


(8) 


(4) 


(6) 


92.74 


90.88 


91.61 


82.67 


71.13 


6.41 


4.85 


493 


4.71 


4.29 


1.64 


. • • 


3.29 


10.74 


21.30 


. . . 


• • • 


0.27 


1.98 


3.20 



100.69 



100.00 100.00 100.00 



In experiments (4) and (5) the substances analyzed repre- 
sent the products of the action of acetylene (not specially 
purified) on cupric oxide. 

The oxygen present in these products is obviously pro- 
portional to the amount of copper and is neyer more than 



ON THE OXIDES OF COPPER. 281 

enough to be completely accounted for upon the supposition 
that some of the original oxide taken stills holds its oxygen. 
So far as the analyses show, the product of lightest color (1) 
contains veiy little copper and no oxygen; the darkest prod- 
uct (3) obtained from the cuprous oxide contains oxygen 
corresponding to a mixture of two parts of copper with three 
parts of cuprous oxide; the oxygen in the products of (4) 
and (5) obtained by acting upon cupric oxide is approximately 
enough to correspond to a mixture of cuprous and cupric 
oxides in equal proportions. This fact, taken in connection 
with the great range of variation in proportion and the 
minimum to which the copper falls in the product, which 
would be least likely to include contaminating metal or 
oxide, suggests very strongly the probabiUty that the oxygen 
present is in union with copper and that the copper is held 
mechanically as metal or oxide and is not the essential 
constituent of an organic compound. Leaving out of con- 
sideration, therefore, the copper and copper oxides, and 
calculating the composition of the products assumed to 
consist essentially of carbon and hydrogen, we derive the 
following statement: 

(1) (2) (8) (4) (6) 

Per cent of carbon 93.54 94.83 94.88 94.60 94.31 

Per cent of hydrogen 6.46 6.07 5.12 5.40 5.69 

100.00 100.00 100.00 100.00 100.00 

These figures correspond to symbols varying from CnHio to 
nearly deHio, with an average approximating CuHio, the 
symbol of anthracene or paranthracene. The analytical data 
of Erdmann and Kothner point in the average to a product 
corresponding more nearly to the first of these symbols than 
to either of the others. The product is doubtiess variable 
with the temperature and the activity of oxidation. Thus, 
in one experiment in which acetylene was passed over ferric 
oxide the action began at 865® with incandescence, as de- 
scribed by Moissan and Moureu,* and the analysis of the 

• Locdt 
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product (carbon = 91.58, hydrogen = 1.86, Fe = 5.86, O = 
1.26) indicates a proportion of carbon to hydrogen about 
four times as great as that of the average product of action 
at 225^ on the oxides of copper. 

Finally, we find no evidence that the product of the action 
of acetylene on the oxides of copper under the conditions of 
our experimentation is other than a mixture of a hydro- 
carbon or hydrocarbons with metallic copper or an oxide of 
copper, and, probably, in the darker preparations, some bee 
carbon. 



^ 



XXXV 

NOTES ON THE SPACE ISOMERISM OF THE 
TOLUQUINONEOXIME ETHERS. 

bt wm. conger morgan.* 

Ik an article on the ^* Ethers of Toluquinoneoxime and 
their Bearing on the Space Isomerism of Nitrogen,"! pub- 
lished from this laboratory, it wvlb stated that the methyl, 
acetyl, and benzoyl ethers of toluquinonemetaoxime, whether 
formed by the action of hydroxylamine on the quinone or by 
nitrous acid on the corresponding cresol, showed evidence of 
existing in isomeric forms. Of these bodies the benzoyl ether 
received the most careful investigation, and by fractional 
crystallization, from the crude reaction-product, two portions 
were obtained, one readily separating from an alcoholic solu- 
tion in the form of yellow crystals melting at 198"^, while 
a second body, melting approximately at 144°, was never 
obtained in a state of purity. The fact that from this 
lower-melting fraction, on recrystallization, a portion of the 
higher-melting body was always obtained, suggested the 
possibility that the solvent might have a tendency to cause a 
transition from one isomer to the other. Since, however, 
after repeated crystallizations from boiHng alcohol a low- 
melting fraction was obtained, and therefore such rearrange- 
ment was evidentiy incomplete, the action of alcohol under 
pressure on the different fractions was investigated. From a 
portion of the ether melting at 189°, heated for three hours in 
a closed tube to 120°, the product melting at 198° crystallized 
in a characteristic form and no crystals were obtained melting 

• From Am. Chem. Jour., xxii, 402. 

t Bridge and Morgan, Am. Chem. Jour., zx, 761. This Tolume, p. 145. 
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lower than ISO"". On treating the higher-melting isomer in 
the same way, no action was observed until the tempera- 
ture was raised above 150^, when complete decomposition 
ensued. 

In order to ascertain^ if possible, a direct method of tran- 
sition from one form into the other, the action of alkalies, 
among other reagents, was tried. No change other than 
a hydrolytic cleavage was observed, and this was readily 
completed on wanning. By saponifying a fraction melting 
completely at 142° and treating the isolated oxime in the 
usual way with benzoyl chloride, the benzoyl ether was again 
obtained, liquefying at 193°, and, although there was a 
trifling irregularity in the melting-point of some of the crys- 
tals, no low-melting fraction was isolated. On similar treat- 
ment of a portion melting at 193° the original ether was 
obtcdned, but none of the low-melting isomer. 

From these facts it is obvious that the isomer existing 
in a much smaller proportion in the crude reaction-products, 
present as the principal constituent in the low-melting frac- 
tions, must be regarded as the labile form, tending to go over 
into the stable form under the influence of boiling alcohol 
or during the process of a chemical reaction. This action 
of alcohol increases the difficulty of isolating the labile form 
and naturally suggests the idea of using other solvents ; but 
imperfect as was the separation of the two isomers, better 
results were obtained from an alcoholic solution than by 
any other means. 

The phenomena described in the article to which reference 
was previously made, have been reproduced completely in the 
ethers made by the action of acid chlorides on the sodium salt 
of the oxime (to be described later) produced by the action 
of pure amyl nitrite on the sodium salt of the cresoL In the 
resulting metathesis, as in the product of the reaction of 
hydroxylamine on the quinones, there is not the possibility of 
the formation of a nitro-body as there is in the action of free 
nitrous acid on the cresols. Consequentiy the interfering 
action of an admixture of such a body with the oxime ethers 
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cannot influence the lesults as obtained, yet the presence of a 
low-melting body existing in a larger proportion in this product 
than in the substances formed by the agency of free nitrous 
acid according to the type fraction, was indisputably evidenced. 
The identity of the observed phenomena under varying 
conditions and methods of formation, thus removing the 
probability of an admixture of an impurity and at the same 
time of a structural difference, seems to establish the hypothesis 
of a space isomerism in the case of the ethers of toluquinone- 
metaoxime. 

Inasmuch as the monohalogen derivatives of the quinon&- 
oxime ethers are beautifully crystalline bodies, it was thought 
advisable to prepare the monochlor- and monobrombenzoyl 
ethers of toluquinoneorthooxime in the hope of obtaining 
from these well-characterized products additiomd evidence as 
to the existence of isomeric phenomena in the orthooxime 
ethers. Although there was the possibility of both ^^ space" 
and ** place " isomerism neither body offered any indication of 
the presence of isomers of any kind, but each appeared to be 
an entirely homogeneous and simple substance, liquefying 
sharply at a definite melting-point. 

Experimental Pabt. 

The Sodium SdU of ToltLquinone-m-oxime. 

The sodium salt was prepared according to the general 
method suggested by Walker.* To a molecule of sodium 
alcoholate freshly prepared by dissolving metallic sodium in 
as littie alcohol as possible, a molecule of the orthocresol was 
added and the solution treated with slightiy more than the 
theoretical quantity of amyl nitrite, the whole being thoroughly 
mixed together. On standing in a vacuum over sulphuric 
acid, the sodium salt separates in fine purple crystals, which, 
on washing carefully with ether to remove amyl alcohol and 
excess of nitrite, is ready for use. It may be recrystallized 
from dilute alcohol if further purification is desired. This 

• Walker, Ber. Dtsch. chem. Gei., xyii, S09. 
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salt is extremely soluble in water, much less in alcohol, and 
insoluble in most other organic liquidB. On standing in the 
air it tends to decompose, turning almost black. On analysiB: 

0.1231 gram, dried over HsSOi, gave 0.0541 gram NasS04. 

Oalenhtod for «««„« j 

Na 1448 14.26 



Jlf(m05r(?mtoZuj^tnone-o-mm« Benzoyl Ether* 

This ether was obtained from the dibromide previously 
described* by boiling with dilute 75 per cent alcohol, during 
which process hydrobromic acid is split off. Being much less 
soluble in alcohol than the dibromide, the monobrom-body 
separates from the solution as soon as formed and may be 
obtained as a yellow crystalline powder by filtration of the 
cooled liquid. On analysis, 

0.1450 gram, dried over H^SOi, g&^e 0.2774 gram COi, and 
0.0415 gram H,0. 

0.1102 gram gave 0.0643 gram AgBr. 





Odmbtodtor 
OuHuBrNQr 


IMnid. 


c 


52.49 


62.1T 


H 


3.16 


8.18 


Br 


24.98 


24.83 



On ciystaUizing from alcohol the ether was readily obtained 
in two, apparently unlike, modifications, one being long 
prismatic crystals, the other appearing as broad, thick, mono- 
clinic plates. It was at first believed that this distinction in 
crystal form was due to the presence of isomeric bodies, but 
no difference in melting-point could be found since each 
portion liquefied sharply at 184°. Under the lens, moreover, 
the plates are seen to be striated parallel to one edge and have 
all tiie appearance of consisting of a number of the simple 
crystals united to each other, since both forms are plainly of 

* Bridge and Morgan, Am. Chem. Jour., xx, 776. 
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the same system. Slow cooling was found to be productive 
of the massed crystals. 

Toluqidnone-o-OQcime Benzoyl Ether Dichhride. 

The benzoyl ether was dissolved in a small amount of 
chloroform and dry chlorine gas passed into the solution. 
The action is very rapid and after fifteen minutes the liquid 
may be allowed to evaporate and the white product, crystallized 
once from glacial acetic acid, melts sharply to a colorless 
liquid at 149^ without decomposition. Fractional ciystaUizar 
tion does not change the melting-point, except as the action of 
the solvent causes a slight formation of the monochlor-body. 
On analysis, 

0.1241 gram, dried over H^SOi, gave 0.2431 gram COs» and 
0.0424 gram HJd. 

0.2105 gram gave 0.1930 gram AgCl. 

Found. 

53.42 

3.80 

22.67 

The dichloride, like the dibromide, is slightly soluble in 
alcohol, readily soluble in chloroform, glacial acetic acid, and 
fuming nitric acid. Water precipitates the ether entirely 
unchanged from the two last-mentioned solvents. In crystal 
form it resembles very closely the dibromide, separating from 
a boiling acetic acid solution in short, thick, colorless, almost 
microscopic prisms, suggesting the orthorhombic system. In 
point of stability this ether, as well as the monochlor-body, 
far surpasses the corresponding bromine compounds. 

M<moe}dortoluquinone-<H>xime Benzoyl Ether. 

Analogous to the dibromide, by the action of dilute alcohol 
on the dichloride, hydrochloric acid is split off and a yellow 
monochlornsubstitution-product is formed, one hour being 
sufficient to complete the reaction. This ether closely resem- 
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OuHuOliKOa. 


c 


63.84 


H 


S.66 


CI 


22.72 
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bles the monobrom-deriyative in properties and in ciystal 
fonn. The product as obtained from an alcoholic solution 
will decompose and melt at a temperature varying ordinarily 
from 185^-193^, depending on the rapidity with which the 
heat is applied* ** Dipped '' for fifteen seconds, the crystals 
melt without decomposition at 200^. Although carefully 
fractioned from alcohol, Ugroin, and benzol, the substance 
appeared to be entirely homogeneous, and no variation in the 
melting-point was observed. On analysis, 

0.1209 gram, dried over H,S04, gave 0.2688 gram CX)., and 
0.0424 gram H,0. 

0.1035 gram gave 0.0533 gram AgCL 





Ctlsnbtodfor 
0,«HhOIH(V 


Vonna. 


c 


60.97 


60.63 


H 


3.66 


3.90 


CI 


12.87 


12.76 






XXXVI 

ON THE VOLUMETRIC ESTIMATION OP 
CERIUM. 

Bt phuif e. bbowninq.* 

Some forty years ago Bunsent showed that the oxide 
obtained by the ignition of cerium oxalate might be estimated 
Yolumetrically by bringing it in contact with potassium iodide 
and strong hydrochloric acid and determining the iodine set 
free. This method may be briefly described by a translation 
of part of the original article : ** The substance to be deter- 
mined is weighed out in a glass flask of from ten to fifteen 
cubic centimeters capacity, a few crystals of potassiiun iodide 
are added, and the neck of the flask is drawn out by the aid of 
a blowpipe to a narrow opening. The flask is filled ahnost to 
the narrowing of the neck with hydrochloric acid which is free 
from chlorine or iron chloride, and a Uttie sodiiun carbonate is 
added in order to displace the last trace of air by carbon 
dioxide. The flask is then closed by sealing off the neck in 
the blowpipe and warmed in a water bath until the cerium 
compound is completely dissolved, and the quantity of iodine 
set free is determined by iodometric analysis." 

The anhydrous dioxide prepared by the ignition of the 
oxalate or hydroxide is very slowly acted on by acids, 
especially when pure.^ For this reason the method which 
Bunsen described has remained the only one adapted to the 
satisfactory volumetric estimation of the ignited dioxide. 

Two portions of the dioxide were prepared by treating the 
crude cerium chloride in concentrated solution with gaseous 

* From Am. Jour. Soi., Tiii, 46L 
t Ann. Chem. Fhar., ct, 49. 

I Boae, Handbuch der analytiichen Chemie, Band i, 219. 
tOIm n.— 19 
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I off Ibo pure cainm oiosnfr ^ 

( off abom 100 Gsi^ caincitf ,\osellier 
witb agnafif poteonB iofidi^ free from iodste and m iev 
cbops of uster t& Jkiwjl^ die iodide. A coiient of i 
diorade urns pMBod into llie bottle for aboot fire i 
expel the atr^ 10 cm^ of pitfe attoi^ hTdrocli]0iie acid ^w^ie 
added, the atopp^ inaoted and the bottk heai^ed gentlr upon 
a stcsm ladiator for abool one bcmr tmdl the dioside disaoiviod 
oompletelj and the iodine was eet free. After eoolmg the 
bottfep to piereitt loss of iodine tipon lemcmi^ the stopper, 
tbe eontefits wem carefollj wmihed into abotit 400 caf el 
miter and titzated with standaid eodiitm tbiosulphale 
detenmne the amount of iodine Ilbeiatri according to the ' 
known reaction 

2CeOt + 8HC1 + 2KI = 2Cc€!, + 2KC1 + AHfi + I^ 

• Demiii and MA^ee, Zeitachr. mBorg. Clieiiu, iil^ 10Ol 
t If Qtaaderi PliiL Mag-, xxriii^ 241 ; Decmii, Zeiltchr. i 
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A few blank detenmnations were carried through in the bottles 
without the presence of the cerium dioxide to determine the 
amount of iodine set free under these conditions. The amount 
obtained was uniformly equal to 0.04 cm^ of the ^ iodine 
solution which was taken as the correction and applied to all 
the determinations. The results follow in Table L 

TABLE I. 



Kqi. 


CeOttikeii. 


CeOt found. 


SfTor. 




gm. 


gm. 


gm. 


(1) 

(2) 


0.1000 


0.0994 


0.0006- 


0.10S2 


0.1034 


0.0002+ 


^) 


0.1016 


0.1017 


0.00014- 


iv 


0.1064 


0.1041 


0.0013- 


(6) 


0.2010 


0.2021 


0.0011+ 


(0) 


0.1104 


0.1109 


0.0006+ 


(7) 


0.1914 


0.1907 


0.0007- 


(8) 


0.1604 


0.1603 


0.0001- 


0) 


0.2146 


0^146 


0.0001- 


(10) 


0.1108 


0.1099 


0.0009- 


(11) 


0.1346 


0.1847 


0.0001+ 


(14) • 
(16) 


0.1640 


0.1634 


0.0006- 


0.1076 


0.1968 


0.0008- 


0.1290 


0.1240 


0.001Of 


0.1199 


0.1202 


0.0003+ 


(16) 


0.1624 


0.1628 


0.0004+ 


(17) 


0.1212 


0.1211 


0.0001- 


(18) 


0.1628 


0.1643 


aooi&+ 



In order to obtain a further check upon the accuracy of the 
method, portions of the cerium dioxide were weighed out and 
placed in a distillation apparatus previously employed for 
similar purposes and described in former articles from this 
laboratory, viz.: a Voit flask, serving as a retort, sealed to 
the inlet tube of a Drexel wash-bottie, used as a receiver, 
the outiet tube of which was trapped by sealing on Will and 
Varrentrapp absorption bulbs. In the retort the cerium 
dioxide together with 15 cm8 of water, 1 grm. of potassium 
iodide and 10 cm' of pure strong hydrochloric acid were placed. 
In the receiver were 100 cm* of water and 2 to 8 grm. of 
potassium iodide, and in the bulbs a dilute solution of potas- 
sium iodide. Before adding the hydrochloric acid a current of 
carbon dioxide was passed through the apparatus for some 
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minutes. After adding the acid, the liquid was boiled in the 
current of carbon dioxide * to a volume of 16 cm^ when the 
free iodine had ahnost completely left the retort and passed 
into the receiver, and the apparatus was allowed to cooL 

The iodine in the receiver was titrated directly with sodium 
thiosulphate, and that in the retort after dUution of the 
residue to about 400 cm^, the later amount seldom exceeding 
the equivalent of a few drops of ^ iodine solution. 

The results follow in Table II. 

Here also blank determinations were made but no correction 
was found to be necessary. 

An attempt early in the work to titrate by an alkaline arse* 
nite the iodine liberated, after neutralizing the hydrochloric 
acid, brought out some curious results which seem worthy of 
mention. 

TABLE n. 



Kqi. 


C«0,l»kflD. 


O0O, found. 


Smr. 


(1) 
12) 

(71 
(8i 

(9) 
(10) 

11) 
(12) 


grm. 
0.1028 
0.2060 
0.2014 
0.1716 
0.0974 
0.1600 
0.1268 
0.1276 
0.1620 
0.1016 
0.1648 
aiS62 


grm. 
0.1018 
0.2066 
0.2012 
0.1711 
0.0972 
0.1687 
01264 
0.1268 
0.1612 
0.1011 
0.1648 
0.1842 


gm. 
0.0016- 
0.0006- 
0.0002- 
0.0006- 
0.0002- 
0.0018- 
0.0014^ 
0.0008- 
0.0008- 
0.0006- 
0.0006- 
0.0010- 



In these experiments the contents of the botties after the 
cerium had dissolved were carefully washed into a Drexel 
wash bottie upon the inlet tube of which was fused a thistie 
tube with a stop-cock and to the outiet tube a Will and Var- 
rentrapp absorption trap. In the trap a solution of potassium 
iodide was placed and through the thistie tube a saturated 

• The carbon dioxide gaa was ftimiBhed bj a Eipp generator ftom marblA 
and hydrochloric acid of one-half strength, both of which had been boiled 
yreTionsly ta DemoTe all «ir. 
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solution of potassium bicarbonate was added to complete neu- 
tralization of the acid. Any iodine carried mechanically by 
the carbon dioxide should be held by the potassium iodide 
solution in the trap. After neutralization the free iodine was 
titrated by standard arsenious oxide solution. The results 
appear in Table III. 

TABLE m. 



K^ 


OeObtilEaii. 


Geo, found. 


Errar. 




gm. 


grm. 


gm. 


(1) 


0.1000 


0.0087 


o.ooia-1 




(2 


0.1006 


0.0081 


a0024- 


L 


8) 


aioao 


0.1009 


0.0021- 


V\ 


0.1600 


0.1476 


0.002&- 




(6) 


0.1030 


0.1006 


0.002&- 




(0 


0.1010 


0.0088 


0.0022- 




7) 


0.1610 


0.1608 


0.0002- 


XL 


8) 


0.1680 


0.1486 


0.0046- 


(0) 


0.2046 


0.2011 


0.0034- 






10 


0.2000 


0.1968 


0.0042- 






11) 


0.13d4 


0.1802 


0.0082- 






12) 


0.1864 


0.1880 


0.0024- 






IS) 


0.1812 


0.1294 


0.0018- 






14) 


0.1808 


0.1277 


0.0081- 


in. 




16) 


ai060 


0.1042 


0.0018- 






16) 
17) 


0.1602 


0.1667 


0.008&- 




1 


0.1604 


0.1488 


0.0016- 





As will be seen by the table, an average error of about 2 per 
cent runs through the entire set. The natural conclusion 
would be that the cerium dioxide contained some impurity; 
but, as the first, second, and third samples, very carefully pre- 
pared, gave the same results, it seemed necessary to look else- 
where for an explanation. Two possible causes suggested 
themselves : first, mechanical loss during the process of neu- 
tralization, and second, the possible formation, under the condi- 
tions, of iodine chloride, which if formed would in the process 
of neutralization probably take the form of potassium chloride, 
iodide, and iodate, and tiius some of the originally free iodine 
would be withdrawn from the amount titrated. To test these 
theories, portions of the -^ iodine solution roughly equiva- 
lent to the amounts of iodine set free by 0.1 and 0.2 grms. of 
CeO„ were drawn off into bottles previously filled with carbon 
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dioxide, treated with the usual amount of strong hydrochloric 
acid (10 cm'), and after standing from thirty to forty-five 
minutes, neutralized and titrated as already described. The 
results were most interesting and seemed to show a loss of 
iodine closely equivalent to that shown by the results of 
Table m, and proportional to the amount of iodine originally 
present. A few determinations were carried through in the 
same way except that the neutralization was omitted and 
dilution and titration with thiosulphate substituted. These 
showed a loss of iodine well within the limits of such a proc- 
ess. The results follow in Table IV. 

TABLE IV. 
With ABssKions Oxidb. 



«^ ""^ 


^A 


Error. 


'oiiO«Or 


(1) 5.22 

(2) 6.09 
(8) 6.10 
(4) 6.06 

(6) 6.10 
(6 10.22 

(7) 10.21 


cm» 
6.07 
4.97 
4.97 
6.47 
4.97 
9.97 
9.97 


cm* 
0.16- 
0.12- 
0.13- 
0.19- 
0.13- 
0.25- 
0.24- 


gnn. 
0.0026- 
0.0021- 
0.0022- 
0.0083- 
0.0022- 
0.0048- 
0.0041- 


With Sodium Thiosulphatb. 


i}) 


6 

6 
10 
10.08 


5.01 

4.99 

10.02 

10.12 


0.014- 
0.01- 
0.02+ 
0.04+ 


0.0002+ 
0.0002- 
0.0008+ 
0.0007+ 



The action of arsenious oxide upon Cerium Dioxide — (with 
Wm. D. Cuttbb). 

The &ct that cerium dioxide is reduced by hydriodic acid 
suggested the possibility of the application of arsenious acid 
in acid solution to the same end according to the reaction 

4CeO, + AsjOt = 2Ce,0g + As A- 

The extreme difficulty with which the ignited cerium dioxide 

when pure dissolves in acids has already been mentioned, and 

,ior this reason it was found practically impossible to obtain 
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any resnlts by this method. Weighed portions of the dioxide 
were placed in Erlenmeyer beakers with an excess of a solu- 
tion of arsenious oxide ^, 10 cm' of (1 : 1) sulphuric acid 
were added, and the boiling continued until tiie fuming point 
of the acid was reached; but even at this point only a partial 
solution of the dioxide had taken place. 

The dark brown powder obtained by igniting the carefully 
washed oxalates, precipitated in acid solution by treating a 
solution of crude cerium chloride with ammonium oxalate or 
oxalate acid is very fairly soluble in acids. Mengel* has 
recently shown that this product contains a dioxide of praseo- 
didymium which acts as does cerium dioxide toward reducing 
agents. This fact makes the results recorded in the treatment 
of this ignited mixture of oxides of no value analytically, but 
of interest in the comparative study of the two reducing 
agents, arsenious oxide and hydriodic acid. Two portions of 
this mixture of oxides gave the following results, which agree 
fairly well with those of MengeL 



■«p. 


Amount of 


c«o^+(r«o,t) 


Oidoiilatodaik 
aiOOOgrm. 


% 


gm. 
0.1087 
0.1084 


grm. 
0.0680 
0.068S 


gm. 
0.0611 
0.0620 



The average of these results was taken as a standard 
-0.0516 grm. CeO„ etc., to every 0.1000 grm. of materiaL 
Three carefully weighed portions of this same material were 
placed in Erlenmeyer beakers with 10 cm* of ^ arsenious 
oride solution and 10 cm« of dilute (1 : 4) sulphuric acid and 
boiled until complete solution had taken place. The liquid 
was then cooled, neutralized with potassium bicarbonate and 
titrated with standaidized iodine to determine the amount of 
anenious oxide remaining, and from it the amount used in the 
reduction of the dioxide according to the reaction given above. 
The results obtained follow. 

* 2Seit8chr. anorg. Chem., xiz, 07. 



^ 
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Mrp. 


Ammmfe 
takan. 


AmoimtCeOt 
foimd. 


OeOwoatadJited 
for 0.1000 gm. 


(1) 


gm. 
0.1006 
0.1015 
0.1006 


gnn. 
0.0498 
0.0494 
0.0486 


0.0491 
0.0487 
0.0484 



As will be seen, the lesults obtained by this method fall 
about 0.0030 gim. below the standard as obtained by the dis- 
tillation method, which seems to show that the arsenious oxide 
does not effect the complete reduction of the cerium dioxide 
from CeOj to CetOg. 

In order to study this point a little more fully and upon the 
pure dioxide, definite portions of a standard solution of pure 
cerium chloride were precipitated by ammonia in the presence 
of hydrogen dioxide and boiled to reduce the CeOt formed to 
the conditions of CeOf The precipitated hydrated dioxide 
was filtered off and carefully washed until the washings gave 
no indication of hydrogen dioxide. The moist precipitate was 
then washed into a beaker, one gram of potassium iodide added 
and 10 cm^ of strong HCL The precipitate dissolved quite 
readily in the cold and the iodine liberated was determined by 
standard sodium thiosulphate. The results appear in Table V. 



TABLE V. 



Bzp. 




CeO, found. 


Error. 




grm. 


grm. 


gnn. 


• 111 


0.1142 


0.1140 


0.0002- 


121 


0.1142 


0.1147 


0.0005+ 


(8 


0.1142 


0.1162 


O-OOlOf 


<4) 


0.1142 


0.1159 


0.00174- 


IS 


0.1142 


0.1152 


aooiof 


0.1142 


0.1156 


0.0014+ 



Another series of these precipitates prepared in the same 
way was boiled with a definite amount of arsenious acid in 
acid solution, as previously described in the case of the 
ignited dioxide. The results which are recorded in Table VI 
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show, as in the case of the ignited dioxide, an insufficient 
reduction of the cenum by the arsenious acid. 



TABLE VL 



Bxp. 


CeO, taken. 


CeO, found. 


BRor. 


0) 

(3) 
(4) 


grm. 
0.0881 
0.0881 
0.1142 
0.1060 


gmu 
0.0870 
0.0361 
0.1077 
0.1002 


gnn. 
0.0011- 
0.0020- 
0.0064- 
0.0068- 



The JEstimation of Cerium Oxalate by Potassium Permanr 
ganate — (with Leo A. Lynch), 

Stolba* has stated that cerium oxalate may be estimated 
Yolumetrically after the same maimer as calcium oxalate by 
treating the washed precipitate, suspended in warm water, to 
which a moderate amount of sulphuric acid has been added, 
by potassium permanganate. As the titration proceeds the 
precipitate disappears and the end reaction is sharp. He also 
finds that the permanganate does not oxidize the cerium 
from the lower to the higher condition. So far as we have 
been able to discover, no experimental evidence has been 
presented to prove the correctness of Stolba's statement, and 
the work to be described was undertaken to furnish such 
evidence. 

The solutions used were prepared and standardized as 
follows: The cerium solutions were made by dissolving 
10 grams of pure cerium chloride in one liter of water, and 
standardized by precipitating measured and weighed portions, 
in a faintly acid solution, with ammonium oxalate, filtering, 
washing, igniting, and weighing as the dioxide (CeOj), A 
solution of potassium permanganate was prepared and stan- 
dardized by titration against weighed amounts of ammomuin 
oxalate. A solution of ammonium oxalate was made and 
its value determined by titrating measured amounts against 



* Sitzungsber. d. kgL bohm. GeseUflch. d. WissenBchaf tcu 
ZeiUchr. anal. Chem., zix, 104. 



. i Juy. 1879; 
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potassium permanganate. Definite portions of the eeriimi 
solution were drawn from a burette 8Dd after dilating with 
water from 100 to 200 cm' a definite amount of ammonium 
oxalate was added, care being taken to have an excess over 
the amount necessary, and the whole warmed to insure a 
more crystalline precipitation.* The precipitate was then 
filtered off on paper and carefully washed, the filtrate and 
washings being collected in a liter ESrlenmeyer flask and set 
aside for future use. The precipitate was treated with about 
10 cm' of hot (1 : 4) sulphuric acid, which dissolved it 
completely, if not at first, by running it through the filter 
a few times, and the solution and washings were collected in 
another liter flask. The total voliune of liquid was made 
up to about 600 cm«, warmed to about 70° C. to 80° C. and 
titrated with potassiiun permanganate to the appearance of 
the faint blush of color showing the complete oxidation of the 
oxalic acid. The filtrate from the cerium oxalate containing 
the excess of oxalic acid was diluted to 600 cm', acidified 
with 10 cm' of dilute (1 : 4) sulphuric acid, one gram of 
manganous sulphate added to prevent the interfering action 
of the free hydrochloric acid upon the estimation of the oxalic 
acid,t and titrated with potassium permanganate after the 
same manner as the dissolved precipitate. A definite quantity 
of anunonium oxalate having been originally taken, it became 
possible, by subtracting from it the amount obtained, to 
derive the measure of the oxalate used in the precipitation 
of the cerium oxalate. By this procedure, it will be observed 
a check was made upon the results obtained by the titration 
of the precipitate. In experiments (1) to (6) the cerium 
oxalate was thrown down in neutral solution, in experiments 
(7) to (10) in acid solutions. The treatment of the filtrate 
in experiment (1) was made without the presence of the 
manganous sulphate. The results recorded in Table VII 
seem to uphold the statement of Stolba. 

* Ab shown bj the table, the precipitation was sometimes in neutral, acme- 
times in faintly acid solution. 

t Gooch and Peters, Am. Jour. ScL, vii, 461. This Tolume, p. 222. 
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TABLE Vn. 







Amonnt found. 




Amount found. 










Errar. 




Error. 


K^ 


OalcoUtad 


CeClf 




OeCl^ 






mC«OV 


Traatmentof 


OeOla. 


Traitm^tof 
fifcnta. 


OeOIa. 




gnu. 


gim. 


gm. 


gnn. 


gnn. 


(^) 


[0.1001 


0.1087 


0.0004- 


0.1028 


0.0068-] 


^) 


0.1091 


0.1108 


0.0011^f 


, , 


, , 


|8) 


0.1091 


0.1087 


0.0004- 


0.1087 


0.0004- 


\v 


0.1S64 


0.1878 


0.0009+ 


0.1891 


0.0027+ 


b) 


0.1864 


0.1867 


0.0008+ 


0.1867 


0.0008+ 


(6) 


0.2182 


0.2202 


0.0020+ 


0.2206 


aOQ24+ 


3 


0.1091 


, , 


, , 


0.1087 


0.0004- 


0.1619 


0.1686 


0.0016+ 


ai686 


0.0016+ 


(9) 


0.1864 


0.1867 


0.0008+ 


0.1867 


o.oooaf 


(10) 


0.2182 


0^188 


0.0001+ 


0.2188 


0.0000 



XXXVII 

ON THE ESTIMATION OP THALLIUM AS THE 
CHROMATE. 

Bt PHILIP E. BROWNING axd GEORGE P. HUTCHIN&* 

Cbookes has shown f that the chiomate precipitated by the 
addition of potassium dichromate to an alkaline solution of a 
thallous salt has the constitution of a neutral salt and is very 
insoluble in water — 100 parts of water at 100® C. dissolving 
about 0.2 parts and at 60° C. about 0.03 parts. He has also 
made use of this reaction } to effect a rough separation of 
thallium from cadmium. 

The object of this paper is to describe some work directed 
toward a study of the application of this reaction to the gravi- 
metric estimation of thallium and the best conditions under 
which to effect the precipitation. For the work a solution 
of thallous nitrate was made by dissolving 10 gims. in water 
and making up to a liter. The standard was determined 
by taking measured and weighed portions from a burette, 
precipitating with a slight excess of potassium iodide, agitat- 
ing to bring about a good separation of the thallous iodide, 
and allowing to stand until the supernatant liquid was 
clear. The iodide was then filtered off upon an asbestos felt 
contained in a perforated platimun crucible, the whole having 
been previously ignited and weighed, washed with a mixture 
of alcohol and water, dried over a low flame and weighed 
to a constant weight. The filtrate, which together with 
the washings seldom amounted to more than 50 cm^, was 
evaporated to dryness on a water bath, a few drops of water 

* From Am. Jour. Sci., yiii, 460. f Chem. News, Till, 25& 

I Chem. KewB, rii, 146. 
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added and thus the small amount of thallous iodide which 
had been dissolved recovered. This small insoluble residue, 
which seldom amounted to one milligram in weight, was 
filtered off, washed and weighed as previously described, 
Baubigny * has shown this method to give very satisfactory 
results, and the uniformity of our determinations certainly 
confirms his statements. 

For convenience in the calculations of results to be de- 
scribed later, a solution of potassium dichromate of definite 
strength was made. Portions of the thallium solution were 
drawn from a burette into test tubes of about 100 cm' capacity 
and weighed as a check on the burette reading. The solution 
was heated to about 70° C. to SO"" C. and a few drops of 
ammonia or potassium carbonate solution added to distinct 
alkalinity. A definite amount of the potassium dichromate 
in solution was delivered from a burette, care being taken to 
have an excess, and the contents agitated to bring about a 
good separation of the precipitated chromate. After the 
precipitate had completely settled out and the solution had 
become cold the chromate was filtered upon asbestos, as 
described above, dried over a low fiame and weighed to a 
constant weight. The filtrates from several determinations 
were evaporated to a small volume and in one or two cases 
a residue amounting to a few tenths of a milligram was 
obtained, but no appreciable quantity of dissolved chromate 
was thus recovered. It was found that when the precipita- 
tion was made in the cold the chromate did not flock well, 
but remained partly in a finely divided condition which would 
run through the felt and require repeated filtration. The 
addition of ammonium nitrate before precipitation prevented 
this largely, even in the cold, but the best results were 
obtained by warming the solution before precipitation and 
using potassium carbonate rather than ammonium hydroxide. 
The results follow in Table I. 

An attempt was made to estimate the thallium volumetri- 
cally by determining the amount of chromate in the filtrate 
• Chem. Hews, Iziv, 288. 
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TABLE L 



bp. 


TINO,tikeii. 
OalciUJited M 


OalcnlatodM 


Srrar. 




TI,0. 


11,0. 


T^O. 




gnn. 


gm. 


gm. 


(1) 
(2) 


0.0796 


0.0791 


0.0006- 


0.0792 


0.0788 


0.000i- 


3 


0.0792 


0.0786 


0.0006- 


4) 


0.1188 


0.1177 


0.0011- 


(5) 


0.1192 


0.1186 


0.0006- 


(7 


0.1186 


0.1178 


0.0007- 


0.1190 


0.1186 


0.0006- 


(8) 


0.1189 


0.1188 


0.0006- 


(9) 


0.1196 


0.2000 


0.0004+ 


(10) 


0.1196 


0.2006 


0.0009+ 


11 


0.1178 


0.1178 


0.0000 


(12) 


0.1171 


0.1168 


0.0008- 



from the thallous chromate, and by difference (the potassium 
dichromate originally added being known) the amount 
combined with the thallimn in the precipitate. The method 
used to determine the standard of the dichromater solutions 
and also the chromate remaming in the filtrate was described 
by one of us in a previous paper from this laboratory.* 
According to this procedure the filtrate from the thallous 
chromate containing the excess of alkali chromate was acidified 
with sulphuric acid, a definite amount of a solution of arsenious 
oxide, previously standardized, was added and the whole was 
allowed to stand a few moments until the change from the 
yellow to the bluish green showed the complete reduction of 
the chromic acid. Potassium bicarbonate was added to distinct 
alkaline reaction and the arsenious oxide remaining was 
determined by titration with standard iodine solution. The 
amount of tiie arsenious oxide oxidized is of course the 
measure of the chromate in the solution. The amount of 
chromate in the original solution used being known, by 
subtracting the amount thus determined in the filtrate the 
chromate in combination with the thallium may be readily 
found, and from it the thallium estimated. Filtrates from 
certain precipitates, of which the determinations are given in 

• Am. Jour. 8gL, 1, 86, 1896. Volume I, p. 844. 
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Table I, were treated in this way, and the results, indicated by 
corresponding numbers, follow in Table II. 

TABLE n. 



top. 


TDTOwtikn. 
TlaO. 


I1,Cr04 found. 
TV). 


Bnor. 
Tl,0. 


(8) 

(10) 
(11) 
(12) 


gnn. 
0.1192 
0.1189 
0.1190 
0.1196 
ail78 
0.1171 


gnn. 
0.1198 
0.1206 
0.1180 
0.1192 
0.1182 
0.1190 


gnn. 
0.0000+ 
0.0016+ 
0.0016- 
0.0004- 
0.0009+ 
0.0019+ 



The method cannot be veiy accurate on account of the high 
molecular weight of thalliuni oxide as compared with that of 
the chromic acid determined, but the results check &irly well 
with the grayimetiic method. 



J 
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THE ETHERS OF ISONITROSOGUAIACOL IN 

THEm RELATION TO THE SPACE 

ISOMERISM OF NITROGEN. 

Bt JOHN L. BBIDGE avd WM. CONGEB MORGAN.* 

When the presence of isomerism in the qninoneoximes was first 
noted by one of ns,t and the phenomenon exhibited by the 
two isomeric ethers then described was shown by Kehimann | 
to be due to no structural differences, but to necessitate the 
assumption of a spatial arrangement about the nitrogen atom* 
according to the theoiy of Hantzsch and Werner, the plan was 
adopted of studying the various substituted qninoneoximes, 
by means of their acyl and alkyl ethers, with reference to 
this phenomenon. Accordingly we have investigated the 
toluquinoneoximes,§ both ortho and meta, producing them 
by the action of nitrous acid on the cresol as well as by 
hydroxylamine on toluquinone, and found that, whereas there 
is abundant evidence for the existence of stereoisomeric bodies 
in the metaoxime ethers, in the derivatives of the orthooxime, 
all such indication is wanting. The significance of this 
observation is furthermore increased by the fact that all 
oximes, in which isomerism has been reported, may be 
considered as derivatives of metasubstituted quinones, and it 
seemed not improbable, therefore, that these observations 
might be formulated into a general rule regarding the 
appearance of isomerism in the qninoneoximes. 

In the course of his investigation of the properties and 
reactions of isonitrosoguaiacol, among other derivatives, Pf ob || 

* From Am. Chem. Jour^ zzii, 48&. t Ami. Chem. (liebig), cclzzrii, 79. 

t Ami. Chem. (liebig), cdxzix, 27. 

S Am. Chem. Jour., zz, 761 ; zzii, 402. This Tolnme» pp. 146, 288. 

11 Monatsh. Chem., zriii, 467. 
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made the methyl and acetyl ethers, but did not annomice the 
observation of any cases of isomerism. Isonitrosoguaiacol may 
be considered as the metamethoxyqtdnoneoxime, hence this 
metasubstituted quinoneoxime presented conditions differing 
widely from the other members of the same series above 
mentioned. Moreover, because of its close relationship to 
toluqninonemetaoxime, from which it differs only by the 
interposition of an oxygen atom between the ring and the 
methyl group, it seemed possible that isomeric modifications 
of the ethers might exist, which had been overlooked by the 
former investigator, When, furthermore, Rupe * made no 
mention of such appearance in his research on isonitrosoguaia- 
col, it seemed advisable to undertake anew the investigation of 
this body with the special purpose of discovering such 
isomerism, if possible, and to couple with it an investigation 
of the orthomethoxyquinoneoxime or isonitroso derivative of 
the monomethyl ether of resorcin, in order by this means to 
be able to parallel in these closely analogous bodies the 
experiments with the ortho- and metacresols. 

With this idea, the work of Pfob and Rupe was carefully 
repeated, so far as it pertained to the question in hand, 
but, aside from minor differences, our results served only to 
corroborate the testimony of these investigators. New 
derivatives, to be described later, were prepared in the hope 
that these bodies might show some variations leading to the 
discovery of isomeric modifications, but each appeared to be 
entirely homogeneous and no evidence for isomerism could be 
found. These results are of course only negative and do not 
disprove the existence of space isomers in the same bodies, 
yet the same methods, which gave very positive evi Jeuce of 
their presence in other quinoneoxime ethers, were used to 
detect them in this instance. 

Aside from the difficulty of obtaining the pure monomethyl 
ether of resorcin in any considerable quantity, because of poor 
synthetical processes and inefficient methods of seiiumtion* 
inasmuch as preliminary experiments pointed to a multiplicity 

* Ber. Dtsch. cbem. Ges., xxx, 2444. 
voim n.— 20 
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^^% tU^ ^ ^^^^11 witlx nitrous acid such as Kieteibl* 

oi^xcAaRNs^'^"^^ ^C^^^ ^tixer, it \¥as thought inadviBable in 

ioxffiSL^^^^^^0t^*^ ^Vitaxned with the meta body, to conr 

^(fe'^i^^ ^^ ^^^ -tJ>^ others of orthomethoxyquinoneoxime. 

^asvxv^ >2Ba ^^^^^t^et^^^^ ^^^nll be continued, and the lesults 

^otV ^?^^^ ^^ Toioixoiiitrosoresoicin will soon appear. 

J%(m^TO%ogua%aeol and Salts. 
The iBonitroaoguaaacol used in the investigation was pre- 
pared both by the method of Pf ob, working with nascent nitrous 
acid in alcoholic solution, and also by the general method for 
the formation of the sodium salts of isonitroso bodies sug- 
gested by Walker.f To a concentmted alcoholic solution of 
sodium alcoholate, guaiacol is added in sufficient quantity to 
form the sodiimi salt by the resulting metathesis, then, to this 
solution of sodium guaiacol, slightiy more than the theoretical 
quantity of amyl nitrite is added and, after thorough mixing, 
tiie liquid is allowed to stand over sulphuric acid for twenty- 
four hours, when the bright olive-green crystalline sodium salt 
of isonitrosoguaiacol separates. After washing thoroughly 
with ether, pulverizing and rewashing, the salt may be used 
directiy for the preparation of derivatives, or, if further purifi- 
cation is desirable, it may be dissolved in water, acidified with 
hydrochloric acid, and the filtered and dried product dissolved 
in ether and shaken with animal charcoal, when, upon evapo- 
ration, the pure isonitrosoguaiacol crystallizes. Of the above 
methods of preparation the latter is much to be preferred, 
although Rupe mentions it unfavorably because of poor yields 
and impure products. He advocates the use of ethyl nitrite 
in a closed tube ; but on trial we were unable to obtain the 
quantitative yields which he reports and the seventy per cent 
yield which the amyl nitrite gives, makes this method quite 
equal, in efficiency as well as purity of reaction-product, to 
the other more tedious process. 

The silver salt, formed from the sodium salt by treating the 
aqueous solution with a slight excess of silver nitrate, comes 
* Monatsh. Chem., ziz, 636. f Ber. Dtsch. chem. Ges., zyu, 800. 
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down as a brown gelatinous precipitate, which becomes crystal- 
line on gently warming, or may be obtained in crystalline form 
at once by heating the separate solutions to 50° G. before mix- 
ing. It is a very unstable salt, the dry product decomposing 
with a very gentle heating. 

Isonitrosogtuiiacol Benzoyl Ether. 

The sodium salt formed as above was dissolved in as little 
water aa possible and four or five times its volume of alcohol 
added. This solution was thoroughly shaken with a slight 
excess of benzoyl chloride, added drop by drop. The reaction 
is immediate and the ether soon begins to come out of the 
solution in abnost pure condition. Reciystallized from alco- 
hol, it separates in straw-colored, branching crystals, which 
melt sharply at IBS'* C. when "dipped" for ten seconds. 
Heated gradually from normal temperatures, it begins to de- 
compose at 175° C. and liquefies at 185°-188° C, the temper- 
ature depending on the rapidity with which heat is applied. 

Fractional crystallization from alcohol or other solvents did 
not essentially change the melting-point, nor were any differ- 
ent phenomena o'bserved when the isonitrosogualacol was made 
by the acid reaction. This ether dissolved readily in chloro- 
form and glacial acetic acid, much less in benzene and ligroin, 
and is practically insoluble in ether and carbon disulphide. 
On analysis : 

0J.100 gram of the substance, dried over HtSO^ gave 0.2632 
gram CO., and 0.0428 gram H,0. 

0.1205 gram of the substance gave 6.46 cm* N at 16° G. and 
772 mm. pressure. 

Oalenlated for *««».;■ 

0,4H,tO«H. '**^ 

C 66.34 66.26 

H 4.31 4.32 

N 6.46 6.88 

iBonitroioguaiacol Benzoyl Ether Bibromide. 

Three grams of the benzoyl ether were dissolved in 25 cm^ 
of chloroform and 2 grams of bromine were added, the mix- 
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true being kept cool by runniiig water. The solution was 
allowed to stand for from one to two houis and then to evapo- 
late spontaneously. The dibromide is left behind as a light- 
brown substance. Attempts to ciystallize from glacial acetic 
acid proved unsatisf actoiy since ^e boiling solvent caused a 
decomposition of the ether; nor did a solution in fuming 
nitric acid, precipitated by water, give a pure white product. 
The best results were obtained by washing with warm dilute 
alcohol when the product becomes yellowish-white, and melts 
at 158'*-164° C, browning considerably above 140** C. An 
analysis of the substance purified in this manner shows a low 
percentage of bromine. 

0.1052 gram of the substance, dried over HtSO^ gave 0.1&47 
gram COs, and 0.0284 gram HsO. 
0.0509 gram of the substance gave 0.0449 gram AgBr. 

Cilealatodfor vm»wi 

0MBuO«HBrr '^"^ 

C 40.29 40.10 

H 2.66 3.00 

Br 38.34 37.52 

Monohramiionitrosoguaiacol Benzoyl Ether. 

By boiling the white dibromide with 60 per cent alcohol for 
three-quarters of an hour, the halogen acid and a bright-yel- 
low monobromine compound are formed. This ether crystal- 
lizes from boiling alcohol in the characteristic prismatic form 
of such bodies and melts with decomposition at 178^ C. 
Repeated reciystallizations did not change this melting-point, 
and no indication was noted suggesting the possibility of a 
mixture. On analysis: 

0J.317 gram of the substance, dried over H^SOf, gave 0.2410 
gram CO,, and 0.0368 gram HaO. 

0.2101 gram of the substance gave 0.1172 gram AgBr. 

Cakmlrted for «m.«ji 

CmHmO«HBiw '*™^ 

C 49.99 49.91 

H 3.00 3.11 

Br 23.79 23.76 
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THE CONSTITUTION OF THE AMMONIUM 
MAGNESIUM AESENIATE OF ANALYSIS. 

Bt maetka austtk.* 

The striking analogy between the phosphates and the arac- 
niates led Levolf to undertake the separation of an ammonium 
argeniate corresponding to the ammonium magnesium phos- 
phate, the composition of which Berzelius had given, Levol 
states that ammonium magnesium arseniate of the composition 
NH^MgAsO^ . lOHjO is obtained by adding a solution of a 
double ammonium magnesium salt to arsenic acid, and that it 
is a salt possessing about the same degree of solubility in water, 
in ammoniacal water, and in ammoniacal water containing 
magnesium salt, as the corresponding phosphate. Further, he 
found that by heating tliis salt to red heat after carefully 
drying, magnesium pyroarseniate was given, from which 
arsenic can be estimated readily. 

Wach J and H. Rose § obtained the ammonium magnesium 
arseniate containing six molecules of water of ciystallization by 
precipitating arsenic acid with magnesia mixture and then add- 
ing an excess of ammonia, and by drjing at 100** C. were able 
to estimate the arsenic present as the ammonium-magnesium 
arseniate containing one-half molecule of water. This method 
fieemed to offer an advantage over the method of estimation as 
the pyroarseniatet for results obtained below the theoretical 
amount of arsenic present gave rise to the suspicion that 
during ignition arsenic was reduced by the ammonia driven oflE. 
Rose attempted in another way to avoid this loss by igniting in 
a current of oxygen ; and later Reichelt|] ignited the residua 

' • From Am, Jour, 8ci., k, 65. t Ann. Chim. m, xtU, 601 (1846). 

t Bchweigger. Jour, f. Ch, u. Phyt., Ux, 297. 
I Ann, Fhf$,, cm, 20 (1S49), y Zeitichr. uiAl.Chem., %x, m 
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after carefully aatorating it with ammomum nitrate and nitric 
acid, and diying at 100*^ C- lianimelsberg * believed that 
it was safer to ignite after drying at 120*^ C, because 
drying at 100^ -llO"^ C. caused a lose of ainmouia before ignition. 
Kaiser f dried the I'eaidue in a current of air* 

A second source of error dkeussed by H. Rose,$ Fresenius^ 
and others is due to the solubility of the ammonium magnesitim 
arseniata in water, in ammoniacal water, and araiuoniacal ^^ter 
containing magnesium salts. Wood § attempted to avoid 
this by precipitating the ammomo-magnesitmi arseniate with 
an alcoholic magnesia mixture, and by washing the pt^ecipitate 
with an alcoholic solution, by weighing the residue ignited in 
a crucible held in a second protecting crucible, after tr^ting 
witli nitric acid and ammonimn nitrate, he obtained concordant 
results. Brauner || followed this method with success- 

As has been shown by Neubauer,f ammonium chloride 
tends to form a phosphate of magnesium too rich in ammonia, 
and in papers ** from this laboratory the tendency of ammonia 
and ammonium chloride to influence the proportion of the 
metal in the ammomum phosphate of manganese, of magnesium 
and of other metals in the second group of Mendel^eff h^J 
been pointed out. The marked similarity as to behai^f^H 
between the phosphates and the arsemates led to the invests 
gation of the constitution of the ammomum magnesium 
arseniate under the usual conditions imposed in analysis, antl* 
further, to the eflfect of ammoniimi chloride on the salt of 
ideal constitution. 

In the table which follows are recorded a set of qualitatiTe 
tests, in which tlie hot filtrates were tested by hydrogen 
sulphide in presence of hydrochloric acid. These tests weie 
made to show under what conditions of volume, given amounta 
of ataenic acid can be entirely removed by magnesia mixttiis 



f Zeitschr. anaL Chem^ xir, 260. 

5 Am. Jour. ScL nr, ri, soa 



• Ber, Dtich, chem. Ge».^ vii, 544. 

I Xeitichr annl. Chem., iii, 206, 

II Zeit^chr. ftnal. Chem., iri, 57* 

IT Zeluohr. snorg. Ctiem., li, 45 j it, 251 j x, 00. ZeiUchr, anitew, Cbem^ 
1896, 4S5. Jouf . Am. Chem. Soc, x\v, 280. 

■* Am. Jour. ScL. vl, 233 ; vU, 187 ; rUi, 206. Thij volume, pp* 121, W ^ 



XXXIX 

THE CONSTITUTION OF THE AMMONIUM 
MAGNESIUM ARSENIATE OF ANALYSIS. 

Bt MABTHA AUSTIN.* 

The striking analogy between the phosphates and the arse- 
mates led Levolf to undertake the separation of an ammonium 
arseniate corresponding to the ammonium magnesium phos- 
phate, the composition of which Beizelius had given. Levol 
states that ammonium magnesium arseniate of the composition 
NH4MgAs04 • lOH^O is obtained by adding a solution of a 
double ammonium magnesium salt to arsenic acid, and that it 
is a salt possessing about the same degree of solubility in water, 
in ammoniacal water, and in ammoniacal water containing 
magnesium salt, as the corresponding phosphate. Further, he 
found that by heating this salt to red heat after carefully 
drying, magnesium pyroarseniate was given, from which 
arsenic can be estimated readily. 

Wach{ and H. Rose § obtained the ammonium magnesium 
arseniate containing six molecules of water of ciystallization by 
precipitating arsenic acid with magnesia mixture and then add- 
ing an excess of ammonia, and by drying at lOO*' C. were able 
to estimate the arsenic present as the ammonium-magnesium 
arseniate containing one-half molecule of water. This method 
seemed to offer an advantage over the method of estimation as 
the pyroarseniate, for results obtained below the theoretical 
amount of arsenic present gave rise to the suspicion that 
during ignition arsenic was reduced by the ammonia driven off. 
Rose attempted in another way to avoid this loss by igniting in 
a current of oxygen; and later Reichelt|| ignited the residue 

• F)rom Am. Jour. 8d., iz, 6& t Ann. Chim. m, zrii, 601 (1846). 

t Schweigger, Jour. f. Ch. n. Fhyt., liz, 207. 

S Ann. Fhji., dii, 20 (1840). | Zeitschr. anaLChem., zx, 80. 
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solution distinctly ammoniacaL After standing until the 
precipitate subsided, the solution was filtered and tested for 
arsenic by hydrogen sulphide. Within certain limits of 
volume all the arsenic is removed from solution by the magnesia 
mixture. In case of (8) two additional amounts of the 
precipitant had to be made in order to remove the arsenic, the 
solution being ammoniacaL Results (4) to (10) of the table 
were obtained in the same manner as (1) to (S), the amount 
of arsenic acid present being increased ten times. In (9) and 
(10), where the smaller amounts of magnesia mixture were 
used, additional portions had to be added before all the arsenic 
was removed from solution. When the laiger amounts of 
ammonia were used the results did not seem to be influenced, 
(7) and (9). The results recorded in (11) to (21) were 
obtained by precipitating the arsenic in solution in presence of 
ammonium chloride by the magnesia mixture. It is evident 
that the presence of ammonium chloride causes some arsenic 
to be dissolved and further that this solvent effect is overcome 
by the magnesia mixture added in larger amounts, even when 
the ammonium chloride present amounts to sixty grams in 
weight, as in (21). 

In order to find how much arsenic is dissolved from the 
ammonium magnesium arseniate once precipitated so that no 
arsenic is left in solution, experiments were made in which the 
arsenic in the filtrate was weighed after precipitating by hydro- 
gen sulphide in hot acid solution, filtering off on asbestos 
under pressure, washing successively with water, alcohol, car- 
bon disulphide, alcohol, and water, and diying at 100^ C. 

TABLE IL 



llB^Oflto^em*.' 


NH40H 

(•p. gr. 0.96). 


A>|Os 
dig2fe«L 


A%0. found 


grm. 


em> 


grm. 


gna. 


• • • 


100 


0.6 


0.0019 


• • • 


100 


0.6 


0.0026 


100 


• . • 


0.6 


0.0008 


100 


• • • 


0.6 


0.0006 


10 


• • ■ 


0.6 


0.0002 


10 


• • • 


0.6 


0.0004 
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It is evident from these qtialitative tests that, so far as con* 
cems the amount of arsenic dissolved from the ammoniimi 
magnesium arseniate, it is safe to use a faintly ammoniacal 
wash water in small amounts — less than 100 cm^ — to remove 
traces of reagents from the residue after it is gathered upon 
the asbestos felt. Usually 25-60 cm' of wash water were used 
in rinsing oft the precipitate in the experiments about to be 
given below. 

The solution of arsenic employed in this work was prepared 
by dissolving ten grams of pure arsenious oxide, carefully 
resublimed, in a platinum dish in an excess of pure nitric acid 
and evaporating on the waterbath to dryness, dissolving the 
arsenic acid produced in water and diluting to a volume of 
one liter in a standard flask. 

Definite portions of this solution were drawn from a burette 
into a platinum dish and precipitated ^th magnesia mixture, 
prepared as described, in the proportion shown necessary by 
the qualitative tests for the complete removal of the arsenic 
from solution, and the solution was made distinctly ammoni- 
acal. The precipitate, dissolved in hydrochloric acid in slight 
excess, was brought down again by ammonia in distinct excess. 
After standing until the precipitate had completely subsided, 
the precipitate was gathered on an asbestos felt in a perforated 
platinimi crucible, making use of the filtrate to remove the 
last portions of the precipitate to the felt, before washing any 
reagents from it on the felt with faintly ammoniacal water. 
After carefully drying, the residue was ignited. The results 
shown in section A of Table III fall so far below the theory for 
magnesium pyroarseniate that it seems evident that the arson- 
iate shows a tendency here to form a salt richer in ammonia 
than the ideal MgNH4As04, and yielding on ignition some 
metararseniate instead of the normal pyroarseniate. In section 
B the magnesium ammonium arseniate was precipitated by add- 
ing to the solution of arsenic acid magnesia mixture contain- 
ing no free ammonia in the proportion necessary (60 cm') to 
remove the arsenic from solution, and then making the solution 
distinctiy ammoniacal After the precipitate had subsided, it 
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was filtered off on asbestos under pressure in a perforated 
platinum crucible washed on the felt with ammoniacal water, 
dried and ignited. These results are also below the theoiy 
for the pyroarseniate. Evidently the conditions here are even 
better for the formation of the »alt too rich in ammonia than 
they were in the first case. No arsenic was found by hydro- 
gen sulphide in any case either in the filtrate or in the wash 
water after acidifying and heating. 

TABLE m 



1 






TiJraa. 


IVmnd. 


Knw* 


gnn. 
0.7848 
0.7848 


0.7800 
0.7794 


grm. 
0.0043- 
0.004fr- 


None. 
None. 


1 


0.7848 
0.7843 


0.7772 
0.7769 


0.0071- 
0.0074- 


None. 
None. 



In section A of Table IV the results recorded were obtained 
by precipitating definite portions of arsenic acid drawn frona 
a burette into a platinum dish with the distinctly ammoniacal 
magnesia mixture in proper proportion, and afterward adding 
a Uttle more ammonia, filtering off on asbestos under pressure 
in a perforated platinum crucible as soon as the precipitate 
subsided, washing off on the felt with ammoniacal water any 
of the reagents left on the precipitate in transferring it to the 
felt by using the filtrate, drying, and igniting. No arsenic 
was found in any case in the filtrate or in the wash water by 
hydrogen sulphide. The conditions of precipitation here 
prove to be such, as the results show, that the salt of ideal 
constitution is formed. Comparing these results with those 
of Table III, it seems that the conditions under which the salt 
of ideal composition is formed are such that at the moment 
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and in the locality of precipitation the amount of magnesimn 
chloride in a certain volume of solution must be large in pro- 
portion to the amount of ammonia present as the chloride 
and the hydroxide ; otherwise the ammonium of the ammonium 
arseniate, naturally formed first, does not suffer sufficient dis- 
placement by magnesium to produce the normal ammonium 
magnesium arseniate. At all events, the treatment applied in 
the experiments of A resulted practically in the complete pre- 
cipitation and in the production of a precipitate of nearly 
ideal constitution. 

TABLE IV. 



1 


Kcp. 






irH«CL 








miztnzQ. 




Tkkan. 


Found. 


Krot* 








grm. 


gnn. 


gnn. 


om> 


gnn. 


0) 

(2) 


0.7848 


0.7880 


0.0018- 


60 


, , 


0.7843 


0.7849 


0.0006+ 


60 


, , 


id) 


0.7848 


0.7841 


0.0002- 


60 


, , 


4) 


0.7848 


0.7848 


0.0000 


60 




1 


(5) 


0.7848 


0.7768 


0.0080- 


76 


10 


6) 


0.7848 


0.7762 


0.0081- 


76 


10 


(7) 


0.7848 


0.7832 


0.0011- 


100 


10 


8J 


0.7848 


0.7838 


0.0006- 


100 


10 


9 


0.7848 


0.7784 


0.0069- 


100 


20 


CO 


0.7848 


0.7810 


0.0033- 


100 


20 


(11) 
(12) 


0.7848 


0.7849 


0.0006+ 


160 


60 


0.7843 


0.7846 


0.0003+ 


160 


60 



In section B of the same table the results recorded show the 
effect of increased amounts of ammonium chloride on the 
constitution of the ammonium magnesium arseniate. Enough 
magnesia mixture was used in each case to remove the arsenic 
completely bom solution. The precipitates were gathered on 
asbestos in a perforated platinum crucible and treated like 
those described in section A of the table. It is evident as 
shown by (5) and (6) of the table that ammonium chloride 
causes a replacement of some of the metal by ammonia in the 
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ammonium magnesium arseniate (to form, possibly, a salt of 
the constitution Mg(NH4)4As04) though the solvent effect 
of the ammonium chloride is overcome by the addition of a 
sufficient amount of magnesia mixture. No aisenic appeared 
in the filtrates, and, further, experiments (7) and (8) show 
that increasing the amount of magnesia mixture present will 
cause the formation of the salt of ideal constitution even in 
presence of considerable amounts of ammonium chloride. 
Indeed this is possible where as large an amount as sixty 
grams of the salt is present, as results (11) and (12) show. 
Obviously, ammonium chloride in any amount above what is 
required for the magnesia mixture tends to dissolve the 
precipitate, but this solvent effect may be neutralized by 
increasing the amounts of magnesia mixture even though the 
precipitate formed is richer in ammonia than the ideal salt. 

In no one of the many precipitates tested by silver nitrate 
for included chlorides was more than an inappreciable trax^e 
found. 

Evidentiy, when ammoniacal magnesia mixture, amounting 
to about thirty cubic centimeters in excess of the theoretical 
amount necessary to precipitate all the arsenic as the anuno- 
nium magnesium arseniate, is added to the faintiy acid 
solution of arsenic acid (carrying no ammonium salts) in a 
volume not exceeding two hundred cubic centimeters, the 
precipitate appears to fall in ideal condition. If the precipi- 
tated salt is transferred to the filtering crucible by the aid of 
portions of the filtrate used as the washing liquid and finally 
washed on the asbestos with about twenty-five cubic centimeters 
of faintiy ammoniacal water — an amount which is quite 
sufficient after the transfer has been made — no arsenic gets 
into solution. The weight of the carefuUy dried and ignited 
pyroarseniate indicates with accuracy the amount of arsenic 
present. 



I 



XL 

ON THE ESTIMATION OF THALLIUM AS THE 
ACID AND NEUTRAL SULPHATES. 

By PHILIP E. BROWNING.* 

GfiOOKEst has shown that the salt obtained by heating 
thallous chloride with sulphuric acid until the excess of the 
latter is expelled and then raising the heat to redness has the 
constitution of a neutral sulphate. 

He also found that continued heating did not result in 
any essential loss of weight, and suggested the possibility 
of applying this method of treatment to the estimation of 

Castanjenl in a recent paper discusses thoroughly the 
compounds of thallium and confirms essentially the statements 
of Crookes in regard to the neutral sulphate, adding, however, 
the observation that on strong ignition in the air this salt 
tends to lose sulphuric acid. He also mentions in the same 
paper the acid sulphate, and states that on heating it first 
melts and on continued heating gives off sulphuric acid, 
leaving the neutial sulphate. 

The work to be described in this paper was undertaken to 
determine under what conditions the formation of these salts 
may be applied to the estimation of thallium. For the work a 
solution was made by dissolving a given amount of the nitrate 
in water and making up to a liter. The value of the solution 
was determined by precipitating measured and weighed 
amounts of this solution both as the iodide and chromate, as 
described in a previous paper.§ Closely agreeing results by 

• From Am. Joup. Set, Ix, 187. t Chem. Newi, yiii, 243. 

I Jour, prakt. Chem., cii» 131. 

S Am. Jour. Sci., yiii, 460. ThiB Tolmne, p. 300. 
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^^^^ if^^^ a.B the standard. Measured amomits 

a!^»2DRi^^^^\^^^ ^^^^^vm. from a burette into weighed 

\a «d»^^^^ 0^^^ ^^ ^weight taken as a check on the 

^Qjsi erasS^^ -Vo *™ solution in the crucible a few drops 

ftTftizk6^- V^exe added and the water removed by 

\^Wc ^^^et^»^^^^- The crucible was then removed 

ta.UoTio ^^^^^ti3ig of a conical iron cup, and heated 

"^xbLx^ Ta;ngiiig from 220° C. to 240° C, untU 

ceased and tibe weight after half-hour periods of 

2 remaonedL constant. The crucibles were placed in the 

or upon a pipe stem triangle so that they were about 5 

om the bottom, which was heated at low redness. A 

Dmeter, hung so that the bulb occupied the same position 

crucible, gave the reading mentioned above. 

vrill be seen, the results obtained by thus treatment agree 

r with the calculated amounts of acid sulphate which 

I be formed. In several experiments this salt was dis- 

in water and the sulphuric acid present in combination 

Itated by barium nitrate. The results obtained agreed 

' with the formula of the acid sulphate of thallium. 

g obtained by the method, described the acid sulphate, 

icibles were removed and heated carefully over a free 

to low redness, when, after a considerable evolution of 

Lrio acid fumes, the weight again became constant, and 

lults showed a condition closely approximating to that of 

utral sulphate. In several of ^ese experiments the 



T1HB04 
otdonlatod. 


1IH8O4 
found. 


Bmr. 


Ti^4 


T^804 
found. 


Brror. 


gnn. 


gnn. 


gnn. 


gnn. 


gnn. 


gnn. 


0.1605 


0.1696 


0.0009- 


0.1844 


0.1846 


0.0002+ 


0.1611 


0.1608 


0.0003- 


0.1349 


0.1346 


0.0003- 


0.1608 


0.1608 


0.0000 


0.1847 


0.1352 


0.0005+ 


0.1612 


0.1600 


0.0012- 


0.1850 


0.1346 


0.0004- 


0.1602 


0.1696 


0.0006- 


0.1341 


0.1346 


0.000&4- 


0.1608 


0.1596 


0.0012- 


• • • 


... 


. . • 


0.1617 


0.1604 


0.0013- 


• • • 


• ■ • 


, , 


0.1608 


0.1692 


0.001(^- 


0.1847 


0.1358 


0.0011+ 


0.1609 


0.1590 


0.0019- 


0.1348 


0.1846 


0.0002- 
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stilphuric acid present in combination was determined, and 
showed amounts closely agreeing with the constitution of the 
neutral sulphate. 

These results would seem to show that thallium may be 
estimated either as the acid sulphate or as the neutral sulphate 
by careful attention to the proper conditions of temperature. 



XII 

THE SEPARATION AND DETERMINATION OP 
MERCURY AS MERCUROUS OXALATE. 

Bt c. a. pbtebs.* 

It is stated in the literature f that oxalic acid, neutral and 
acid oxalates of the alkalies, precipitate meicurous salts, and 
that oxalic acid and the double oxalates of potassium produce 
no precipitate with mercuric chloride solution. Starting with 
these facts, the attempt was made to estimate mercurous salts : 
volumetrically, by precipitating with ammonium oxalate and 
determining the oxalic acid by potassium permanganate ; and 
grayimetrically by direct weighing of the precipitate. 

The Volumetric ^stimatiaiu 

The mercurous nitrate solution used was standardized by 
the battery, and contained about 12 grm. of metallic mercury 
to the liter. To obviate the tendency of the mercury salt 
to break down and form basic salts X upon the addition of a 
large amount of water if no nitric acid is added, the solution 
was prepared in the following manner. About 20 grm. of 
mercurous nitrate were ground in a mortar, transferred to a 
flask, and 200-800 cm^ water added. After shaking well, 
the solution was filtered and the filtrate diluted to one liter. 
Five cubic centimetera of this solution when precipitated with 
a~ sodium chloride solution gave a filtrate from which only a 
very slight darkening in color could be obtained, even upon 

• From Am. Joiip. Sd., ix, 401. 

t Rose-Finkener, Handbuch der analytiBChen Chemie, 1, 819. 

t Graham-Otto, Handbnch, iii, 1102. 
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several hours' standing, when treated with hydrogen sulphide, 
thus showing the absence of a mercuric salt. 

A solution made in the above manner had not changed 
its standard after a period of eight weeks. The potassium 
permanganate solution (approximately ^) was standardized 
against lead oxalate. 

It was first attempted to estimate the mercurous salts as 
follows. The mercurous oxalate was precipitated cold by 
means of ammonium oxalate, stirred well, and allowed to 
settle, the completion of the precipitation being determined 
by addition of more ammonium oxalate. The precipitate was 
collected on asbestos, washed once or twice with cold water, 
and (still in the crucible) treated in a beaker with 6 cm' of 
strong hydrochloric acid. To the solution diluted to 100-200 
cm^ 1 grm. of a manganous salt was added, and the oxalic 
acid was titrated with permanganate at the ordinary tem- 
perature of the room. The end color was not stable and 
was hard to determine. Three experiments, using 0.1217 of 
mercury in form of mercurous nitrate, gave plus errors of 
0.0011 grm., 0.0017 grm. and 0.0028 grm. respectively, or 1.5 
per cent. The precipitate when dissolved in sulphuric acid 
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and titrated gave no better results. To obviate this difficulty 
the ammonium oxalate solution was matched on the per- 
manganate and the oxalic acid in the filtrate determined. 
The results obtained by this method, given in the preceding 
table, are quite accurate. 

In the experiments recorded in section A of the table the 
filtrate was titrated in the presence of hydrochloric acid and 
a manganous salt, at a temperature of 20''-40^* In the 
experiments under section B sulphuric acid was added and 
the solution heated in the usual manner. An excess of 
ammonium oxalate, as shown in experiments (4), (5) and 
(10), interferes in no way. 

The separation of the mercurous salt from small quantities of 
mercuric salts, by the means of dilute nitric acid (sp. gr. 1.15), 
was next attempted. It is stated f that mercurous oxalate is 
insoluble in cold dilute nitric acid, while mercuric oxalate is 
more or less soluble in the same reagent. Before attempting 
any separation, however, there are three fitctors with reference 
to the action of the nitric acid which need to be deter- 
mined — first, the mftTinrnTn amouut of nitric acid that may 
be present in the titration of an oxalate without interference ; 
second, the maximum amount of nitric acid that may be 
present in a precipitation of mercurous oxalate without hav- 
ing any perceptible solvent action upon the same ; and, third, 
the amount of mercuric oxalate which will be held in solution 
by given amounts of nitric acid. 

To determine the amount of nitric acid that may be present 
in the titration of an oxalate, 10 cm* of ^ ammonium oxalate 
were titrated with permanganate at a dilution of 100 cm* 
with sulphuric acid at 80° C. The event proved that 10 cm* 
of nitric acid (sp. gr. 1.15) may be present without appearance 
of interfering action. The nift. TinmTn amount of nitric acid 
which may be present without action upon the mercurous salt 
wias determined as shown in the following experiments. 

• Gooch and Petew, Am. Jonr. Sci., yii, 461, 1809. This Tolume, p. 222. 
t Souchaj and Lenssen, Ann. Chem. (Liebig), di, 43. 
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Working under the conditions stated in the above table, it 
is plain that 6 cm^ of nitric acid (sp. gr. 1.15) may be used 
before its solvent action is sufficient to interfere with the 
accuracy of the process. 

To determine the amount of mercuric salt that would be 
held up by 6 cm^ of nitric acid (sp. gr. 1.15), the following 
experiments were made. 
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Five cm^ of dilute nitric acid (sp. gr. 1.15) will prevent the 
precipitation of small amounts of mercuric salt, 10-20 mgrm. 
calculated as mercury, depending upon the amount of am- 
monium oxalate present in excess. This amount of nitric acid 
has no apparent solvent action on a precipitate of mercurous 
oxalate under conditions ah:eady stated and does not interfere 
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with the titration of an oxalate by permanganate as already 
shown. 

Carrying out the process of separation of meicnrous salts 
from mercuric salts, the precipitation was made as described for 
the estimation of mercurous salts alone, excepting that nitric 
acid and the mercuric salt were added. The experiments in A, 
B, and C, of the accompanying table show the amounts of mer- 
curic salt from which the mercurous oxalate may be separated 
with 2 cm^ of nitric acid. In experiments in section A the 
results are quite accurate, but an excess of ammonium oxalate 
tends to increase the results a little as seen in experiments 
under B. An increase in the amount of mercuric salt present 
causes also, as shown in section C, the results to be a trifle 
high. 

In experiments D, using 4 cm^ of nitric acid even in the 
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presence of an excess of ammomum oxalate, the results are 
accurate. In experiments E the amount of mercurous salt 
was doubled and the results are accurate. In EE the amount 
of mercuric salt was also doubled and the results are still 
fairly accurate ; but when a large excess of ammonium oxa- 
late is present as in experiments F, even with the smaller 
amount of mercuric salt, the results are high. At a dilution 
of 200 cm^ the results are normal as seen in experiments G ; 
but the introduction of more mercuric salt, as in experiments 
H, causes a plus error. 

Using 6 cm' of nitric acid, the larger amount of mercuric 
salt together with a large excess of ammonium oxalate, as 
recorded in experiments K, the error is raised a trifle; but 
with a smaller amoimt of mercurous salt, as in experiment I, 
the result is normaL 

In precipitating mercurous salts by ammonium oxalate (^) 
it is an easy matter to keep the excess of the precipitant 
within the limits of 1 or two cm^ because the mercurous oxa- 
late, when properly stirred, settled very rapidly. 

The Q-ravimetric Estimation. 

All the conditions described above in the volumetric estima- 
tion of mercurous oxalate, for the separation of mercurous 
from mercuric salts, may be applied to the gravimetric estima- 
tion of mercurous oxalate. The precipitate is collected on a 
weighed asbestos filter, washed two or three times with cold 
water and dried over sulphuric acid to a constant weight. 
Amounts of mercurous oxalate equivalent to 0.1217 and 0.2244 
grm. of metallic mercury dried to a constant weight over sul- 
phuric acid in about 15 hours ; a larger amount equivalent to 
0.8 grm. of metallic mercury, required about 2 days to dry to a 
constant weight. ' Souchay and Lenssen* state that mercurous 
oxalate breaks up at 100° ; consequently this temperature 
cannot be used for drying. For example, a precipitate con- 
taining 0.1122 grm. mercury as the oxalate which when 

• Ann. Chem. (Liebig), ciii, 808. 
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brought to a constant weight at the ordinaiy temperatuie over 
sulphuric acid weighed 0.1871 gim., when heated weighed as 
follows: 

After 7 hours at 110°, weight = 0.1338 grin. 
« 2 " " " 0.1328 " 

a 7 a u a 0.1302 " 

The result shows a loss of 0.0069 gim. for 16 hours, heating, 
and agrees with the statement of Souchay and Lenssen. 

The following experiments give the results of the gravi- 
metric work, in which the drying was effected, by exposure 
for 16 hours or less, at ordinary temperatures over sulphuric 
acid. The larger amounts of nitric acid present in the separa- 
tions cause the precipitate to be more granular and aid in the 
filtering process. 
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In section K are experiments showing the accuracy of the 
process where a mercurous salt is precipitated in the absence 
of a mercuric salt. A sonall amount of mercuric salt was 
introduced in experiments L, and ^^ excess of ammonium 
oxalate in experiment M, a still la^g®^ amount of mercuric 
salt was present in experiment jJ, ^tnd a larger amount of 
mercurous salt in experiments \xr\d^^ ^' ^^ experiments in 
section P a dilution of 200 cxxx^ vw^ employed both with and 
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without an excess of ammonium oxalate. All the results are 
within reasonable limits of error. 

The work may be summed up briefly as follows : Mereurous 
nitrate may be estimated volumetrically by precipitating as 
the oxalate and determining the excess of the precipitant with 
permanganate. 

The precipitated mereurous oxalate may also be estimated 
gravimetncaUy by drying it over sulphuric acid and weighing 
directly. 

In solutions containing 2-5 per cent dilute nitric acid, sp. gr. 
1.15, mereurous salts may be separated quantitatively as the 
oxalate from small quantities of mercuric salts. 

If about 0.12 grm. of mercury is present as the nitrate in 
100 cm® of water, about 12 per cent of that amount of mercury 
as the mercuric salt may be present without interfering with 
the accuracy of the estimation, and even 20 per cent may be 
present before an appreciable rise in the result is apparent. If 
the amount of mereurous salt present is doubled, the amount 
of mercuric salt which may be present is cut down about 
one-half. 
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THE TITRATION OF MERCURY BY SODIUM 
THIOSULPHATE. 

Bt JOHN T. NORTON, Jr.* 

Agcobding to J. J, Schererf merctirous nitrate, mercuric 
nitrate and mercuric chloride may be estimated by direct 
titration with sodium thiosulphate, HgfS, 2HgS . Hg(N08)i, 
and 2HgS • HgCl, being the precipitates obtained in each 
case. I have been unable to obtain access to Scherer's original 
publication, but Sutton J gives the following veiy general 
directions for this process: 

" (a) Merewroui adits. — The solution containing the metal 
as a protosalt only is diluted, gently heated and the thiosul- 
phate delivered in from the burette at intervals, meanwhile 
well shaking until the last drop produces no brown color. The 
sulphide settles freely and allows the end of the reaction 
to be easily seen. One cm* of the Jif normal solution of 
thiosulphate = 0.02 grm. Hg or 0.0208 grm. HgaO. 

" (J) Mercuric nitrate. — The solution is considerably diluted, 
put into a stoppered flask, nitric acid added and the thiosul- 
phate cautiously added from the burette, vigorously shaken 
meanwhile, until the last drop produces no further precipitate. 
Scherer recommends that when the greater part of the metal 
is precipitated the mixture should be diluted to a definite 
volume, the precipitate allowed to settle and a measured 
quantity of the clear liquid takel^ ^^^ titration; the analysis 
may then be checked by a 8econ(j ti*^^^^ ^^ ^^ ^^^^ liquid if 
needful. One cm« of ^ normal f i. - ^fltdp^^ = ^'^^^ S™^' ^8 ^^ 
0.0162 gnn.HgO. *^^^^ 

• From Am. Jom- ss 43- 

t Scberer's Lehrbi,^^** ^' ^beTiAe,i,6ia. 

t Volumetric Anai^^ ^^^ "^ 
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** (c) Mercuric chloride. — With mercuric chloride the end of 
the process is not so easily seen. The very dilute solution is 
acidified with hydrochloric acid, heated neariy to boiling, and 
the thiosulphate cautiously added so long as a white precipitate 
is seen to form ; any great excess of the precipitant produces 
a dirty-looking color. Filtration is necessary to distinguish 
the exact ending of the reaction. One cm^ of ^ normal 
thiosulphate = 0.015 grm. Hg or 0.0162 grm. HgO." 

Fresenius • gives practically the same directions, but omits 
all mention of that portion of the process dealing with 
mercurous nitrate. 

In view, therefore, of the scant information available on the 
subject and of the apparent difficulty of working the process 
accurately according to the directions given, an attempt was 
made to ascertain whether the careful regulation of tempera- 
ture, dilution, and amount of acid present might not produce 
beneficial results. 

That portion of the process dealing with mercuric chloride 
was first taken up. The mercuric chloride used was pulverized, 
dried at 100** and its purity proved by several determinations 
as mercuric sulphide. The sodium thiosulphate was made 
up of approximately ^ normal strength and standardized 
on decinormal iodine, which in turn was titrated against 
decinormal arsenious acid made from pure resublimed arsenious 
oxide. 

For the action of sodium thiosulphate upon the mercuric 
chloride Scherer gives the equation, 

3HgCl J + 2Na,SaO. + 3H,0 = 2HgS . HgCa, + 2Na,S04 + 4HC1. 

According to my experience, the action results in the formation 
of a dense white precipitate which refuses to settle either by 
shaking or standing, thus making it impossible to fix tlie end 
reaction by reading the first drop of thiosulphate which pioducea 
no further white precipitate in the solution contiiiiiiiig the 
mercuric chloride. Recourse must be had therefore to filtering. 
By far the quickest and neatest method is to use the asbestos 

* Qnantitatiye Analysis. 
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filter deposited on a large perforated platinum cone.* This 
cone is set in a glass funnel by means of a rubber connector 
and the funnel is passed through the stopper of a laige side- 
necked Erlenmeyer connected with an exhaust pump. A little 
asbestos fiber shaken in the liquid to be filtered was found to 
be very beneficial in preventing the precipitate from running 
through the filter. In all the following experiments the 
thiosulphate was run into the solution containing the mercuric 
chloride in excess, the whole shaken up with asbestos fiber, 
filtered and the excess of thiosulphate determined by ^ 
normal iodine. This procedure seems to be far preferable 
to attempting to catch the end of the reaction by run- 
ning in the thiosulphate until the last drop produces no 
precipitate. In the experiments shown in Table I no at- 
tention was paid to the temperature of the solution, and the 
thiosulphate was run in until the liquid turned brown. In 
every case the solution was allowed to stand until there was 
no further visible change of color. 

TABLE I. 



Szp. 


HgCL token, 

C«lC*dM 


]SraAO,lii 


Volume 
at 


HgClf f otmd, 
oOc'dM 


Snw. 




Hg. 


ezoeM. 


beghming. 


Hg. 






gnn. 


om« 


cm* 


gnn. 


gnn. 


(1) 


0.0446 


46.28 


200 


0.0348 


0.0108- 


2 


0.0854 


46.28 


400 


0.0326 


0.0028- 


\^\ 


0.0860 


44.97 


400 


0.0225 


0.0181- 


¥i 


0.0346 


44.5 


100 


0.0808 


0.0037- 


(5) 


0.0364 


44.43 


50 


0.0326 


0.0028- 


(^) 


0.0882 


22.59 


50 


0.0354 


0.0028- 


(7) 


0.0875 


8.58 


50 


0.0385 


0.0010+ 


(8) 


0.0371 


1.84 


50 


0.0804 


0.0067- 


(» 


0.0731 


2.28 


50 


0.0774 


0.0043+- 


(10 


0.1486 


9.34 


50 


0.1489 


0.0003+ 



A glance at the table shows that the results are most 
irregular. In Table II is seen the result of regulating the 
temperature and the length of standing after the addition of 
the sodium thiosulphate. 

* Amer. Chem. Jour., i, 82L 
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10 


8.54 


0.0799 


0.0087+ 


7 


0.0756 


50 


73° 


15 


9.99 


0.0815 


0.0069+ 


(8; 


0.0774 


50 


68° 


15 


10.84 


0.0767 


0.0007- 


(9) 


0.0745 


75 


69° 


7 


6.62 


0.0806 


0.0060+ 


(10) 


0.0786 


50 


68° 


5 


15.82 


0.0714 


0.0022- 



These results, although better than those of Table I, are 
still very uncertam. On the supposition that the change 
from white to black, which takes place in the solution after 
the addition of an excess of sodium thiosulphate more or less 
quickly according to the temperature, was due to an increased 
amount of HgS in the compound 2HgS . HgCl^, the next 
step was to ascertain whether this could be avoided by 
stopping the addition of the thiosulphate at the first indica- 
tion of a change of color in the white precipitate, diluting 
the solution with a large amount of cold water and immed- 
iately throwing it on the filter. Table III shows the result 
of the experiments. 

TABLE m. 



Bzp. 


Hgd, 
taken an 

Hg. 


Volume 
atbegin- 


Tempen- 
tnreb 


Ka^O. 


found aa 

Hg. 


Xrzor. 


(1) 

(2) 

(3 

<4, 

(6 

(6i 

7i 

8i 

(9. 

(10 1 

m. 

(12 1 
(13) 


grm. 
0.0749 
0.0749 ' 
0.0760 
0,075^1 
0.0390 
0.0388 
O.ai80 
0-1494 
0.1489 
0.1480 
0.1498 
0.1484 
0.1480 


50 
60 
50 
50 
50 
60 
GO 
50 
160 
50 
60 
60 
76 


C. 

70° 

72*5 

70« 

70<* 

720 , 

7eo 

78° 

70" 
78^ 
710 

72= 


cm* 
4,16 
0.72 
L46 
2.57 
S,43 
8.10 
2.03 
4.99 
4.38 
0.52 
1.47 
2.09 
1.69 


grm. 
0.0751 
0.0728 
0.0769 
0.0750 
0,0395 
0.0300 
0.0S93 
0.1498 
0.1612 
0.1438 
0.1540 
0.1517 
O.1609 


grm. 
0.0002+ 
0.0021^ 

o.oooa+ 
o.oooa- 

0.0005+ 
0.0()0^ 
O.O013+ 
0.00O4+ 
0.0023+ 
0.0042- 
0.0042+ 
0.00:43+ 
0.00'29+ 
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In the case of qimntities of mercuric chloride up to 0.1 
gnn. the results shown in Table III are very satisfactory, but 
when larger amounts of mercuric chloride are used the errors 
again become prominent. In Table IV, the effect of lowering 
the temperature to GO"" C. and of increasing the dilution to 
100 cm^ is shown. 









TABLE 


IV. 






Kxp. 


taken M 


Volume 
fttbegin- 


Temper^ 
store* 


^^0, 


found M 






Hg. 


ing. 




exoeea. 


Hg. 






gnn. 


em* 


C. 


cm' 


grm. 


gnn. 


(1) 


0.0769 


100 


60O 


8.06 


0.0766 


0.0007+ 


(2) 


0.0884 


100 


60O 


2.81 


0.0887 


o.ooa^ 


h 


0.1492 


100 


60O 


1.1 


0.1500 


0.0008+ 


(4 


0.1508 


100 


60O 


1.63 


0.1506 


o.oooaf 


(5). 


0.1479 


100 


60O 


2.41 


0.1480 


aoooi+ 


(6) 


0.1489 


100 


60O 


2.12 


0.1503 


0.0014+ 


<7) 


0.2244 


100 


60O 


2.68 


0.2269 


COOlfrf 


(8) 


0.1490 


100 


eoo 


2.33 


0.1484 


0.0006- 


(9) 
(10) 


0.0768 


100 


60O 


2 


0.0762 


0.0004+ 


0.0383 


100 


60O 


2.68 


0.0379 


0.0004- 



From this table it is plain that Scherer's process for the 
estimation of mercury in the form of mercuric chloride is 
capable of yielding accurate results if carried out under 
certain fixed conditions. These conditions, which must be 
closely adhered to, are as follows: The solution containing 
the mercury in the form of mercuric chloride is placed in a 
liter flask, diluted to 100 cm* and heated to a temperature 
of 60° C. The sodium thiosulphate in ^ normal solution 
is run in from a burette until the white precipitate formed 
begins to take on a brownish tinge. The solution is then 
diluted with cold water, some asbestos fiber added to coagu- 
late the precipitate and the whole is quickly thrown on the 
filter. After careful washing of the precipitate, the filtrate 
is diluted to a definite volume, 8 gnn. of potassium iodide 
added and the excess thiosulphate titrated with iodine and 
starch solution. The duration of the process need not 
exceed 15 minutes. It is worthy of note that there is no 
necessity of using any hydrochloric acid in addition to that 
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under which satisf actoiy results could be obtained. Table V 
gives the result of experiments. 

The errors in experiments (1), (8) to (6), (10) to (12), 
and (17) are, proportionally to the amount of material handled, 
practically the same and this fact caused me to make a careful 
revision of all standards ; but no mistake could be found. 
The reaction upon which the process depends requires the 
formation of HgsS, but this mercurous sulphide breaks down 
immediately into mercuric sulphide and mercury. The latter 
is probably acted upon by the free nitric acid present to 
form mercuric nitrate, which in turn is transformed into the 
compo\}nd 2HgS . Hg(NOs)s by the action of the thiosulphate. 
At any rate, with an error so large, whatever its source may 
be, the process is plainly impracticable. 

The third step in Scherer's process deals with the action of 
sodium thiosulphate on mercuric nitrate. In the following 
experiments a solution of mercuric nitrate was prepared 
either by dissolving as far as possible 20 grm. of mercuric 
nitrate in about 200 cm* of cold water, filtering o£E the 
supernatant liquid and dilating to a definite volume (l)-(8), 
or by dissolving the salt in strong nitric acid and diluting 
(9)-(19). The standard of the solution was obtained by 
precipitation as metallic mercury by means of the electric cur- 
rent. The yellow precipitate, formed according to Scherer's 
reaction, 

3Hg(N0,), + 2Na,S,0. = 2HgS . Hg(NOa)t + 2Na,S04 + 2N,0„ 

on adding the sodiiun thiosulphate settles much better than 
in the case of either mercuric chloride or mercurous nitrate; 
but, as the supernatant liquid takes on a permanent yellow 
color towards the end of the reaction, it is impossible to see 
when the thiosulphate produces no further precipitation. On 
this account, therefore, the same procedure was adopted as 
in the case of the mercuric chloride c^d mercurous nitrate, 
L e., filtration and titration of \;^q excess of sodiiun thio- 
sulphate with iodine and starch sol^^^^^' '^^ result of the 
experiments is shown in the f ollrv,^--4j^ table. 
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&cp. 


Hg. 


Yolmne 

•kbegiD- 

Ing. 


HNO, 
1:5 


Temper, 
•tnre. 


exooM. 


Hg(NO,), 

found u 

Hg. 


Brror. 


(1) 

(2) 
(8) 

(4) 
6) 

(6) 
V) 
(8) 


gnn. 
0.1167 
0.1167 
0.1167 
0.1167 
0.1167 
0.1167 
0.1167 
0.1167 


200 
100 
100 
100 
300 
300 
200 
200 


None. 

1 

2 
None. 
None. 
None. 
None. 
20 


0. 

w> 

60O 
60© 
60© 
210 

210 
210 
210 


oms 
0.46 
8.68 
0.23 
0.17 
0.12 
0.16 
11.8 
16.97 


gruL 
0.1384 
0.1848 
0.1876 
0.1360 
0.1232 
0.1876 
0.1461 
0.1403 


pppppppp 


(9) 
(10) 

(11) 
(12) 
(13) 
(14) 
(16) 

ill! 


0.1278 
0.1278 
0.1278 
0.0762 
0.0266 
0.0256 
0.0266 
0.0266 
0.0266 
0.0266 
0.0639 


200 
200 
100 
200 
100 
200 
200 
300 
200 
200 
200 


None. 
None. 
None. 
None. 
None. 
6 
10 
None. 
None. 
None. 
None. 


210 
210 
210 
210 
210 
210 
210 
210 
210 
210 
60O 


6.23 

1.36 

1.48 

2.09 

2.01 

8.44 

0.86 

1.96 

1.9 

1.76 

1.63 


ppppppppppp 


0.0369+ 
0.0876+ 
0.0884+ 
0.0244+ 
0.0026+ 
0.0009+ 
0.0079+ 
0.000^ 
0.0082+ 
0.0036+ 
0.0192+ 



These results seem to show the unpossibility of obtaining 
accurate results according to Scherer's method for the deter- 
mination of mercuric nitrate by direct titration with sodium 
thiosulphate. The constant plus error cannot be accounted 
for on the hypothesis that the nitric acid present decomposes 
the sodium thiosulphate, for in that case the error would 
lie in the other direction. It is more probable that the 
constitution of the compound 2HgS . Hg(N08)s is not definite 
enough to make it the basis for an analjtical process. 
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THE lODOMETRIC ESTIMATION OF ARSENIC 

ACID. 

By F. a. GOOCH and JULIA C. MORRIS.* 

The interaction of a soluble arseniate and a soluble iodide in 
a suitably acidulated solution results, as is well known, in the 
reduction of the arsenic acid (more or less completely according 
to conditions of temperature and proportions of reagents and 
solvents) with the corresponding liberation of two atoms of 
iodine for every molecule of arsenic acid (HaO«AsO) reduced. 
Inasmuch, however, as the reaction of this process is reversible, 
it is necessary, in order that the reduction may be complete, 
to nullify the oxidizing action of the iodine liberated. 
Theoretically this end may be accomplished in either of two 
ways, by volatilizing the free iodine bodily or by destroying 
the oxidizing power of the iodine by converting it to hydriodic 
acid. The former method was followed in a processs devised 
for the estimation of arsenic acid and elaborated in this 
laboratory.! This method, as originally put forward, consisted 
in adding to the solution of the arseniate potassium iodide in 
excess of the amount theoretically indicated, with 10 cm' of 
sulphuric acid of half strength, and so arranging the dilution 
that the total volume of the liquid should be about 100 cm^ 
boiling until the volume decreased to 40 cm^ bleaching by 
the cautious addition of sulphurous acid the trace of free 
iodine still held by the hydriodic acids, diluting, cooling, 
neutralizing with acid potassium carbonate, and titrating with 
iodine, after adding the starch indicator. This process, 
depending upon the removal by volatilization of all but the 

* From Am. Jour. Sci., z, 151. 

t Gooch and Browning, Am. Jour. Sd., zl, 66. Volume I, p. 80. 
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last traces of liberated iodine and the conversion of this 
minute residue by sulphurous acid, involves no secondary 
reactions of a sort likely to influence the main effect. It is 
exact and fairly rapid. 

The method of Williamson,* brought forward more recently, 
depends upon the conversion of the liberated iodine to 
hydriodic acid. The interaction at ordinary temperatures of a 
suitably strong acid, hydrochloric or sulphuric acid, upon the 
mixture of the arseniate and iodide sets free iodine, and the 
liberated iodine is converted to hydriodic acid by the action of 
sodium thiosulphate, the end point being the disappearance 
of the iodine color. 

According to Williamson's directions, 25 cm^ portions of the 
solution of the arseniate are treated with potassium iodide and 
mixed with an equal volume of hydrochloric acid of sp. gr. 
1.16. The precaution is recommended that the strength of 
the solution of the arseniate shall not exceed the decinormal 
value, in order that the dilution consequent upon titration by 
the thiosulphate may not be too great — the reducing action 
brought about by the action of the strong acid upon the 
arseniate and iodide being reversible upon the dilution of liquid 
with water. This procedure thus limits the process to the 
determination of about 0.18 grm. of arsenic acid in 25 cm' of 
the solution to be treated with an equal volume of hydrochloric 
acid of sp. gr. 1.16. Obviously, however, the process should, 
so far as the reduction is concerned, be applicable to larger 
amounts of arsenic provided the strength of tie acid is kept up 
proportionately. It is essential that the liquid at the end of 
the titration should contain approximately ten per cent of its 
mass of absolute hydrochloric acid or about one-third of its 
volume of the aqueous acid of sp. gr. 1.16. 

The arsenic acid is measured either by the amount of 
standard thiosulphate required to bleach the iodine or by the 
amount of iodine required to reoxidize the reduced arsenious 
acid, after neutralizing with acid potassiiun carbonate. If the 
former alternative is followed, the end-reaction must be the 

• Jour. Soc. Djen and Colorista, 1896,86-89. 
VOL. n. — 22 
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disappearance of the yellow color of the iodine, since in 
solutions so strongly acid it is impossible to place dependence 
upon the starch indicator; in using the latter alternative, the 
starch indicator is, of course, permissible and preferable. 

In the direct titration of the iodine by thiosulphate two 
sources of error present themselves as possibihties ; first, the 
excessive liberation of iodine by the action of air upon the 
strongly acidulated iodide; and second, the liability of the 
thiosulphate,* if present even in momentary or local excess 
during the process of titration, to break down under the actiou 
of strong acid, thus changing its capacity to convert iodine to 
hydriodic acid. The latter contingency should be remote in 
proportion to the caution used in adding the thiosulphate and 
in keeping the liquid well stirred ; the former must of necessity 
vary with the acidity of the solution containing the iodide, the 
time of exposure to atmospheric action, and the degree of 
contact with the air incidental to stirring. We have thought 
it desirable, therefore, to see how fax each of these possibilities 
is likely to interfere in the practical conduct of an ordinary 
analysis. 



HCl 


KI 


Total 
▼olvxno. 


N«iB,Os added at 

once. In terms 

ofHsO,A«0. 


ir%Si.O. added 

aftoromlnatee. 

Intennsof 

H,0,A«0. 


Na,8,0, added 

after ftirrliiff 

Sminntea. In 

term* of 

HgOaAaO. 


om> 


gno. 


cm* 


grm. 


gnn. 


grm. 


26 


2 


50 


0.0018 






25 


2 


76 


0.0004 


, , 


• . . 


26 


2 


60 


• • • 


0.0035 


• a • 


25 


2 


76 


• • • 


0.0019 


... 


26 


2 


60 


. . . 


. . . 


0.0042 


25 


2 


76 


. . 


• . • 


0.0021 


50 


2 


100 


0.0017 


. . . 




60 


2 


160 


0.0004 


• • • 


. . . 


50 


2 


100 


. • • 


0.0085 


• • « 


60 


2 


160 


• • 


0.0019 


« < ■ 


60 


2 


100 


. . « 


• • • 


0.0085 


60 


2 


160 






0.0014 



The effects likely to result simply from the strong acidifica- 
tion of the solution containing potassium iodide and their 
variation for conditions of dilution representing the beginning 
* Norton, Am. Jour. Sci., vii, 287. This rolame, p. 206. 
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-c^ /4 \s^^^^^^^^ ^^ ^^ ^^ ^^ down are shown in 

'^^JisP^/'^ "^^^ solution of potassium iodide was 

iLQ ewft^^vv^^xcatea before the addition of the a<5id and the 

^^\^gd^y^ ^^"^ted by thiosulphate. The proportion- 

io^^ ^ ^5^id and the time before titration are, obviously, 

^e^^S^ ^^^ ^^"^ absolute amount of acid present 

ftixA Viie si6J^^^^ seem to make little difference. 

Ab to the aotion of the hydrochloric acid on small amounts 
ol the thioa^P^^' ^^ \^'^^ the evidence of the experiments 
detailed in tb© following statements in which 1, 2, and 5 cm^ 
of nearly ^ thiosulphate are exposed to the action of 25 cm^ 
hydrochloric acid, sp. gr. 1,16, without dilution or diluted with 
an equal volume of water, were titrated with nearly ^ iodine. 
The condition of acidily when the volume of 50 cm* contains 
26 cm* of hydrochloric acid, sp. gr. 1.16, is that of the 
beginning of titration of Williamson's process. In order that 
the effect of error due to such action upon the determination 
of arsenic acid may appear immediately, the thiosulphate and 
iodine nsed are expressed in terms of that acid. 



HCl 


Volume 
befon 

titTAtlOD. 


j^in terms 


Iodise to 
color with- 

IWlfc fl ilTltlAW ^ 

in terms of 


Error of 
titratioin 
without 
dilution, 
intaimaof 
H,0,AiK). 


Iodine to 

color after 

diluting 

to 75 cm«, 
in terms of 

H,0,AsO. 


Brrorof 
titration 

after 
dilutioD,in 
terms of 
H,0,As0. 


25 
26 
25* 

26 
26* 

26 
26 

25* 


cut' 
26 
60 
60 

60 
60 

30 
60 
60 


cm* 

1 
1 
1 

2 
2 

6 
6 
6 


grm. 
0.0071 
0.0071 
0.0071 

0.0141 
0.0141 

0.0858 
0.0368 
0.0858 


gim. 
0.0062 
0.0071 
0.0079 

0.0146 
0.0157 

0.0886 
0.0859 
0.0411 


grm. 
0.0009- 
0.0000 

coooaf 

0.000^ 
0.001^ 

0.0017- 
0.0006+ 
0.005&f 


grm. 
0.0071 
0.0071 
0.0079 

0.0146 
0.0157 

0.0874 
0.0859 
0.0411 


grm. 
0.0000 
0.0000 
0.0008+ 

0.0005+ 
0.0016+ 

0.0021+ 
0.0006+ 
0.0058+ 



These two sources of error, the one due to a Uberation of 
iodine and the other due to decomposition of the thiosulphate, 
would naturally tend to overeome one another, but the com- 
pleteness of such neutralization would naturally be largely a 

• In these experiments the acid stood in contact with the thiosulphate 
5 minuteB before titration. 
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matter of chance in the varying conditions of actual analysis. 
The experiments of the following table, however, in which 
^ thiosulphate, to the amount of 1, 2, and 5 cm^, was added 
to the liquid, 60 cm^ and 75 cm', containing 26 cm' acid, and 
titrated with iodine at once, and after five minutes, were 
made to test the matter for the conditions of dilution at the 
beginning and at the end of a titration. 



HCl 


KL 


VolimiB. 


KaAO. nearly 
^intemu 
ofH,0,A«0. 


lodiiMiQ 
termaof 
H,0,Ai0. 
at once 


Iodine in 
terms of 

after 6min. 


Brror 
intennaof 
H,0tAft0. 


cm> 


Kriu. 


cm* 


cm* 


grm. 


grm. 


grm. 


grm. 


26 


2 


60 


1 


0.0071 


0.0067 




0.0014- 


25 


2 


76 


1 


0.0071 


0.0071 


... 


0.0000 


26 


2 


60 


2 


0.0141 


0.0131 




0.0010- 


26 


2 


76 


2 


0.0141 


0.0143 


... 


0.0002+ 


26 


2 


60 


6 


0.0868 


0.0832 


• . . 


0.0021- 


26 


2 


76 


6 


0.0353 


0.0357 


. . . 


0.0004+ 


25 


2 


60 


1 


0.0071 




0.0028 


0.0043- 


25 


2 


76 


1 


0.0071 




0.0067 


0.0004- 


26 


2 


60 


2 


0.0141 




0.0116 


0.0025- 


26 


2 


76 


2 


0.0141 




0.0139 


0.0002- 


26 


2 


60 


5 


0.0368 




0.0812 


0.0041- 


26 


2 


76 


6 


0.0863 




0.0861 


0.000S+ 



It is clear that under the conditions covered by the experi- 
ments of the two preceding tables the decomposition of the 
thiosulphate is likely to occur in greater or less degree, and 
that when the acid of sp. gr. 1.16 is not much diluted, the 
products of decomposition are not oxidized by the iodine 
completely. The latter observation is quite in harmony 
with the fact that sulphur dioxide bleaches iodine in strong 
hydrochloric acid only slowly and incompletely. In such 
cases dilution favors further action of the iodine, but results 
obtained by titration with iodine in the acid solution diluted 
with an equal amount of water are unmodified by further 
dilution. 

In the following tables are recorded actual determinations 
of arsenic according to Williamson's process. To each 25 
cm^ of the arseniate were added 1, 2, or 3 grms. of potassium 
iodide and 25 cm' hydrochloric acid, sp. gr. 1.16. The iodine 
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T?as bleached by nearly decinonnal thiosulphate without 
addition of the starch indicator, which loses all delicacy in 
the presence of strong acid. The time occupied by each 
titration was about five minutes. The standards of the 
arseniate were determined by the vaporization process,* the 
purity of reagents employed in that process having been 
proved by trying the process in the estimation of a solution 
of arsenic acid made by oxidizing pure decinormal arsenious 
acid by iodine. 







Volameak 


Volume 


H,KAK>« 






HOL 


KL 


beginning 

of 
titnition. 


at 

end of 
titration. 


in 
tennsof 
H.O,AbO. 


Yo^'^ 


Brror. 


em'. 


gnn. 


oma. 


cm*. 


grm. 


gnn. 


grm. 


26 


2 


50 


51 


0.0062 


0.0085 


0.0023f 


25 


2 


50 


52 


0.0125 


0.0156 


0.0031+ 


25 


2 


50 


55 


0.0312 


0.0350 


0.003^+ 


25 


2 


50 


55 


0.0624 


0.0666 


0.0042+ 


25 


2 


50 


73 


0.1550 


0.1588 


0.0029+ 


25 


2 


50 


78 


0.1559 


0.1687 


0.0028+ 


25 


2 


50 


78 


0.1559 


0.1591 


o.oo;j2+ 


25 


2 


50 


78 


0.1559 


0.1695 


00:]G+ 


25 


8 


50 


78 


0.1559 


0.1696 


0.003G+ 


25 


1 


50 


78 


0.1559 


0.1681 


0.0022+ 


25 


2 


50 


73 


0.1550 


0.1581 


0.0022+ 


25 


2 


50 


78 


0.1559 


0.1588 


0,0020+ 



The range of error in these results is from + 0.0022 grm, 
to + 0.0042 grm. with a mean of + 0.0081 grm, — not very 
diflferent from what might be expected from tiie effect of the 
interaction of the strong hydrochloric acid and the iodide 
alone. The counter-e£Eect due to the decomposition of the 
thiosulphate is not large, yet it is probably real, as will appear 
in the sequeL In the following series of determinations, 
made with new solutions and new standards throughout, the 
arsenic acid was determined, first, by titrating the iodine set 
free by 25 cm^ of hydrochloric acid, sp. gr. 1.16 and 3 grms. 
potassium iodide, the solution having a total volume of 50 cm* 
at beginning and of 75 cm* at the end of titration and, 
secondly, the arsenious acid produced in the first reaction 
was titrated, after being neutralized with acid potassium car* 
bonate by iodine in the presence of the starch indicator. 
* Gooch and Browning, loc. cit 




842 



THE lODOMETRIC ESTIMATION 



H»EAa04 

tenoflof 
H,0^0. 


HdO,ABO 
found >y the 


Error. 


H,0,AbO 

found by 
titratioa of 

ioSne. 


BiTor. 


gnn. 
0,1767 
0.1767 
0.1767 
0.1767 
0.1767 
0.1767 


grm. 
0.1798 
0.1798 
0.1795 
0.1798 
0.1794 
0.1798 


grm. 
0.0031+ 
0.0081+ 
0.0028+ 
0.0026+ 
0.0027+ 
0.0031+ 


grm. 
0.1776 
0.1777 
0.1786 
0.1786 
0.1780 
0.1786 


grm. 
0.0009+ 
0.0010+ 
0.0018+ 
0.0018+ 
0.0013+ 
0.0018+ 



The average error of the first operation is 0.0029 grm., not 
&r from that of the previous series ; the error of the second 
operation, the titration of the arsenious acid, amounts on the 
average to 0.0014 grm. In the second operation the error 
due to over-use of the thiosulphate by iodine set free outside 
the main reaction is obviously eliminated. The tetrathionate 
present after neutralization with acid potassium carbonate is 
unaffected by iodine, as we have foimd by titrating 25 cm* ^ 
iodine mixed with 25 cm* hydrochloric acid, sp. gr. 1.16, by 
the thiosulphate, neutralizing with acid potassium carbonate,* 
adding starch and getting the starch blue with a single drop 
of ^ iodine. The average error of this process, therefore, 
0.0014, is probably due to the products of decomposition of 
the thiosulphate in the first operation. 

From the foregoing experiments it is clear that an arbitrary 
correction of about 0.0080 grm. must be deducted from the 
indications of Williamson's process of direct titration by 
thiosulphate, made with the greatest care under the conditions 
mentioned ; and that a correction varying from one-half that 
amount (0.0015 grm.) to nothing (according to the amount 
of arsenious acid present) when the determination is made 
by iodine after neutralization with acid potassium carbonate. 

* It is worthy of note, that, as we have found bj experience, it ie not 
possible to substitute an alkaline hydroxide for the carbonate in the early 
stages of the process of neutralization, on account of the decomposing effect 
of the former reagent upon the tetrathionate. This effect is in proportion to 
the heating of the solution, but is nerer wholly absent eren when ice is 
intermixed inth the liquid and the greatest care taken to prerent a rise of 
temperature. 
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fl,e arsetiM.^^^ iii t^e maniiex described,* gives indications 

^M^vs^ ""^^io^^ ^"^ WiCTirate without the application of 

teasonably te^^^^cW Tbis process, moreover, may be 

aa «^^^^?^ -je^t^^*^^ ^^ volume at which heating begins 

dioTteue^ VjoVli^ ^^^ i^ot be extended beyond five or six 

ao tJaftt ^^^^^jtdiBg to this slight modification, the solution 

^"^^^^Tfienia^ is lieated in an Erlenmeyer flask with potas- 

oi ^^^. -i-j^Q X0 an amount about 0.5 gnn. in excess of the 

^^^*^^ theoretically required and 10 cm* of sulphuric acid 

®^°^^ \i strength in a total volume of between 60 cm* and 

f- 8 The liquid is boiled tiU the iodine vapors are no 

visible in the flask above the liquid, the iodine color 

• ^ti^e still hot liquid is bleached by the cautious addition of 

^^1 hurous acid, the whole is diluted with cold water, and 

led quickly. The solution is nearly neutralized with 

tassium hydroxide and the neutralization is completed with 

'd potassium carbonate. The reduced acid is titrated with 

'odine aiter adding the starch indicator. By this procedure 

fhe results of the following table were obtained. 



Votaae. 


^itf 


^&r 


Error. 


om». 


gnn. 


gnn. 


grm. 


86 


0.1660 


0.1669 


0.0000 


86 


0.1669 


0.1660 


0.0001+ 


40 


0.1669 


0.1669 


0.0000 


66 


0.1660 


0.1660 


0.0000 


60 


0.2496 


0.2499 


0.0004+ 


60 


0.2667 


0.2449 


0.0008- 


00 


0.3119 


0.8117 


0.0002- 


00 


0.8119 


0.3120 


0.0001+ 


76 


0.8119 


0.8124 


0.0006+ 


76 


0.8119 


0.8182 


cooiaf 


76 


0.8119 


0.8121 


0.0002+ 


76 


0.8119 


0.8116 


0.0004- 


76 


0.8119 


0.8124 


0.0006+ 
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XLIV 

ON THE QUALITATIVE SEPARATION OF NICKEL 
FROM COBALT BY THE ACTION OF AMMO- 
NIUM HYDROXIDE ON THE FERRICYANIDES. 

Bt PHILIP E. BROWNING and JOHN B. HABTWELL.* 

Some years ago F. W. Clarke f suggested a method for the 
separation of nickel from cobalt depending upon the solvent 
action of ammonium hydroxide upon the precipitated ferri- 
cyanides. The method may best be described by quoting 
from the original article: **To the slightly acid solution 
containing the two metals, I first add an excess of ammonium 
chloride. This causes the cobalt precipitate, which otherwise 
would run through the filter, to fall in a denser state, and 
also of a much darker color, often nearly black. I then add 
the potassium ferricyanide until the precipitation is complete, 
and afterwards agitate strongly with a considerable excess of 
ammonia. Upon filtering, all the cobalt remains upon the 
filter, being recognized by the characteristic color of the 
precipitate, and the nickel is readily detected in the filtrate, 
by means of ammonium sulphide. If, upon filtering, the 
portion at first running through is turbid, it may be disre- 
garded, or returned to the filter, that which filters through 
subsequently being almost invariably clear." 

In making a study of this method we found two serious 
objections; first, the practical impossibility of obtaining a 
good filtration from the cobalt ferricyanide, even in the pres- 
ence of the ammonium chloride, and, second, the large amount 
of sulphur thrown down when ammonium sulphide was 

* From Am. Jonr. ScL, z, 810. 
t Am. Jour. Sci., xlyiii, 07. 






SEPARATION OF NICKEL FROM COBALT. 845 

added to the filtrate containing the nickel with the excess 
of ferricyanide. 

Our first attempt was to secure, if possible, a complete 
separation of the precipitated cobalt ferricyanide and the 
dissolved nickel by filtration. This we were able to accom- 
plish by the addition of a small amount of a solution of an 
aluminum salt to the original solution which held back the 
cobalt, and, as experiment showed, allowed the complete 
solvent action of the ammonium hydroxide upon the nickel 
salt. Amounts of nickel as small as 0.0001 grm. were 
detected, when mixed with the aluminum salt, by precipi- 
tating as ferricyanide, extracting with ammonium hydroxide* 
and testing in the manner to be described. 

On turning our attention to a possible improvement in the 
method for the detection of the nickel, a reaction first dis- 
cussed by Allen * was applied. When the ammoniacal solution 
of the nickel ferricyanide was treated with strong sodium or 
potassium hydroxide solution, in the presence of an excess 
of potassium ferricyanide, a black flocky precipitate formed 
which gave no test for ferro- or ferricyanide, and gave every 
indication of being nickelic hydroxide. This reaction we 
found to afford us a most delicate test for nickel. 

The method as modified by us may be described as follows: 
Dissolve not more than 0.1 grm. of the salts of the two ele- 
ments in about 5 cm' of water, add a few drops of a saturated 
solution of alum, destroy any free mineral acid by neut^alis* 
ing with ammonium hydroxide, and make faintly acid with 
acetic acid. To this solution add about 0.5 grm. of potassium 
ferricyanide and agitate to effect the solution of tlie ferri- 
cyanide and the complete precipitation of the nickel and cobalt 
salts. Then add about 5 cm' of strong ammoniiun hydroxide 
and filter. To the filtrate, which should have no reddieh 
color, add a piece of sodium or potassium hydroxide about 
the size of a pea and boiL The appearance of a black pre- 
cipitate, showing first as a dark coloration in case of very 
small amounts, indicates nickeL 

«Chem. News, xzziii, 290. 
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The tables following give a record of the experimental 
results. With the precautions indicated, this method may 
be applied very satisfactorily. 



i 


Bzp. 


OoBOaTHsO. 


sriSOft. 
7H,a 


•olntion. 


K,FeC^. 


NH«OH 
ooaoen- 
tntad. 


KiOHMdid. 


Bamilfc. 




gim. 


IpmL 


oms 


gnn. 


ems 






(1) 




0.0100 


2 


0.6 


5 


About size 
of a pea. 


Heavy ppt 


(2> 


• . • 


0.0060 


2 


0^ 


6 


« 


Heavy ppt 


(3. 


« • • 


0.0010 


2 


0.6 


6 


« 


Heavy ppt 


(4i 


• • • 


0.0003 


2 


0.6 


6 


*i 


Difltinct 


(6) 


. « . 


0.0001 


2 


0.6 


5 


tt 


Plain. 


n. 


(1) 


0.10 




2 


0.6 


6 


About sise 
of a pea. 


None. 


(2) 


0.10 


0.0100 


2 


0.6 


5 


«< 


Heavy. 


(8) 
(4) 


0.10 


0.0060 


2 


0.6 


6 


« 


Distinct 


0.10 


0.0030 


2 


0.6 


5 


tf 


Veryfiunt 


<6) 


0.06 


• • • 


2 


0.6 


6 


« 


None. 




0.05 


0.0100 


2 


0.6 


5 


« 


Heavy. 


0.06 


0.0060 


2 


0.6 


6 


<i 


Distinct 


0.06 


o.oa'^0 


2 


0,6 


6 


(I 


Plwiu 


w 


0.06 


0.0010* 


2 


0.6 


6 


« 


Faint 



* Equivalent to 0.0002 of the metal. 
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THE ^OIAT^^'^^^C estimation OF COPPER AS 
,j^^^ Q^C^MiATE, WITH SEPARATION FROM 
CADMIUM* ARSENIC, TIN, IRON, AND ZINC- 

Bt CHAKLES a. PBTEB&* 

It is a ^well known fact that copper oxalate is insoluble in 
water and scarcely attacked by moderate amounts of dilute 
nitric acid.t Upon this fact Bomemannf has recently 
based a method for the separation of copper from cadmium 
by precipitating copper as the oxalate in the presence of 
nitric acid, filtering hot, and estimating the copper after 
ignition, by any of the weU known gravimetric methods. Six 
to ten grams of copper, as the oxide, were used for a single 
deteimin.ation, and the errors were large. Bomemann does 
not recommend this process as an accurate analytical method. 
Classen § describes a method for the separation of metals as 
oxalates by adding to the solution of the salt of the metals 
a dilute solution of the potassium oxalate (1 : 6) and con- 
centrated acetic acid to 80 per cent of the total volume. 
Regarding copper salts in particular, Classen states that 
precipitation takes place only in dilute solution and then not 
completely- 

It has been the experience of the writer, that the precipi- 
tation of copper oxalate from solutions containing at least 
0.0128 grm. of the oxide and saturated with the oxalic acid is 
practically complete. The filtrate in such cases gives no 
blue color with ammonia, looking down on a column of liquid 

• From Am. Jour. Sci., z, 359. 

t Storer, Dictionaiy of Chemical Solnbilides, p. 468. 

t Chem. Ztg., zziii, 6S6. ( Ber. Dtsch. chom. Qee.» z, b, 181S. 
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\ft%Vti^TC^te is j^ y a faint brown color is developed 

^d \fc^^ie^ ^^ ohow thai f^^^cjanide. It is the object of 

tUa pa^T ^ ntitativ 1 ^^^"^^ amounts of copper may be 

detormxaefiL qU^ ^rl-^ ^* ^® oxalate by precipitation with 

oxalic «wcid aJC^"^ tlvration of the precipitate by potassium 

peTxxwLiiga»ate, a»tid also to show that moderate amounts of 

copper may be separated from other metals in the presence 

of mtric acid, by the addition of considerable amounts of 

oxalic acid. 

Before attempting the quantitative separation of copper 
from solution by the addition of oxalic acid a few qualitatiye 
experiments upon the precipitation of varying amounts of 
copper pulphate by varying amounts of oxalic acid were tried 
at different dilutions. In all the experiments the mixtures 
stood 16-20 hours, and were filtered from 2 to 4 times 
through four filters folded together, and the filtrates were 
tested both with ammonia and with potassium ferrocyanide. 
In cases where the filtrate gave no blue color with ammonia 

TABLE L 
Diluium 60 enfl. 




Bxp. 


CaO 

taken M 
Cii80«. 


OuUe add Hided hi HlntioD. 


Ozftli« uM Add«d In ctTrtftlllu 

fonn. 


traited 
withNH«OH. 


FUtTftte 
treated with 
K.FeC.N,. 


filtimted 

with 
NH«OH. 


mtnite 
treated with 
K^eCNr 


2.0 gnn. 

oxalic 

acid 

present 

1.0 gnn. 

oxalic 

acid 

present 

0.6 grm. 

oxalic 

acid 

present 


gnn. 

f 0.018 
0.031 
0.061 
0.064 
0.018 
0.031 
0.061 
0.064 
0.094 
0.018 
0.031 

' 0.061 
0.064 
0.094 


Bine color. 
Trace •* 

Blue color. 
Blue color. 
Trace " 

Bine color. 
Blue color. 
Trace " 


Abundant ppt 
Abundant ppt. 
Evident ppt 
Trace ppt 
Abundant ppt 
Abundant ppt 
Abundant ppt 
Erident ppt 
Trace ppt 
Abundant ppt 
Abundant ppt 
Abundant ppt. 
E^iJent ppt 
Trace ppt 


Blue color. 
Trace " 

Blue color. 
Trace " 

Blue color. 
Trace " 


Abundant ppt. 
Erident ppt 
Erident ppt 
Trace ppt 
Abundant ppt 
Erident ppt 
Erident ppt 
Erident ppt 
Trace ppt 
Abundant ppt 
Abundant ppt 
Erident ppt 
Tmee ppt 
Ttnjde ppt 
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^>^^^^^ ■. ^^^Pitate with ferrocyanide the precipitar 
.^^^ ^y^^ P^>^^«tically complete and the conditions 



^y^^ P^>^^«tically complete and the conditions 
^_>^ ^^ for the trial of the method quantitar 



ioU 



''^^^ ^0 v>uoA?ving table is recorded the work upon the 
^ • \.\\ntx o> ^^PP^r sulphate by 0.6 grm., 1.0 grm., and 2.0 

^^t ^m\i V)ft 6^^^ i^eadily by comparison of the right and left 
Jiand sidea oi ^^ *^ble above that somewhat smaller amoimts 
oi coppeT may pi^ecipitated completely by the addition of 
crystallized o%^^ ^^id than by the same amoimt of oxalic 
acid already i^a solution. Thus, when dissolved oxalic acid 
is added to the solution of 50 cm*, amounts of copper sulphate 
less than 0.040-0.050 grm. are not precipitated completely, 
-while under conditions otherwise the same excepting tiiat the 
oxalic acid is added in crystalline form, the precipitation of 
amounts as small as 0.030 grm. is practically complete. The 
amount of oxaUc acid in solution necessary for the complete 



TABLE n. 



1 


CnO 
Ga80«. 


OxaUo 

add 

added in 

•OlutiOQ. 


Yolnme 


FDtnite treated with 
NH40H« 


FUtrate treated 
with K^FeCcNe. 


grm. 
O.Odl 
0.031 
0.031 
0.081 
1 081 


grm. 
0.5 
1.0 
2.0 
3.0 
8.5 
6.0 
6.0 


omt 
50 
50 
50 
60 
50 
60 
50 


Blae color. 
Blue color. 
Trace blue color. 
Slight trace blue color. 


Abundant ppt 
Abundant ppt. 
Abundant ppt. 
Abundant ppt. 
Erident ppt. 
Trace ppt. 
Abundant ppt. 


0.0128 
0.0064 


No blue. 
Blue color. 


B. 




0.0064 
0.0064 
0.0064 
0.0064 
0.0003 
0.0003 


0.6 
0.6 
0.5 
0.5 
0.5 
0.1 


20 

16 

10 
5 
6« 
It 


Faint blue. 
Faint blue. 
Faint blue. 


Abundant ppt. 
Abundant ppt 
Fnint ppt. 
Trace ppt 















« Precipitate redlsflolyed. 



t Precipitate remained. 
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precipitation (after 16 to 20 hours) of this Tninimnm amount 
of copper, 0.031 grm. of copper oxide taken as the sulphatSt 
appears, as shown in Table II, A, which precedes, to be about 
3.5 grm. in 50.0 cm^. If the amount of oxalic acid is in- 
creased to 5 grm., making the solution saturated for that 
substance, using the same volume of liquid, the minimum 
amount completely precipitable is reduced to 0.0128 grm. but 
not to one-half that amount. 

It appears from the experiments of Table 11, B, that the 
volume of liquid in which precipitation takes place influences 
the complete precipitation of the copper oxalate. Thus the 
precipitation of 0.0064 grm. of copper oxide taken as the 
sulphate by 0.5 grm. of oxalic acid is complete in 5 cm^ of 
liquid. The precipitate which fciUs from 0.0003 grm. of the 
oxide taken as the sulphate dissolves in 6 cm^ of liquid, but 
remains visible in 1 cm^ 

As a result of the preliminary experiments, it may be said 
that the presence of a certain minimum amoimt of copper, 
vaiying with the conditions, is essential to complete precipi- 
tation. Thus, at a dilution of 50 cm' a saturated solution of 
oxalic acid will precipitate with practical completeness copper 
taken as the sulphate in amoimts exceeding the equivalent 
of 0.0128 grm. of copper oxide; 2.0 grm. of oxaKc acid 
will precipitate almost completely for the same volume of 
solution the equivalent of 0.03 grm. of copper oxide; and 
1.0 grm. or 0.5 grm. of oxalic acid wiU precipitate the equivar- 
lent of 0.064 grm. of the oxide. 

In the quantitative separation of copper as the oxalate 
the method of treatment was in general as follows. Copper 
sulphate in 50 cm' of water was thrown down by the addition 
of dry oxalic acid to the hot solution, and, after standing 
over night, the precipitate was filtered on asbestos and washed 
two or three times with small amounts of cold water. The 
precipitate, still in the crucible, was returned to the beaker 
in which precipitation took place, 6 or 10 cm' of dilute sul- 
phuric acid (1 : 1) were then added together with a convenient 
amount of water, and, after heating the liquid to boiling, the 
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oxalic acid was titrated with permanganate, the oxalate of 
copper dissolving readily as ia&t as the excess of oxalic acid 
is removed by the permanganate. The precipitate may also 
be dissolved in 10 cm^ of strong hydrochloric acid,* and, after 
adding 0.5 grm. manganous chloride, titrated at 30°-50°. 
Experiments (4) and (5) were conducted after this manner. 
In Table III, A, which follows, are recorded results of the 
quantitative tests of the method. 

TABLE hl 



Kxp. 


CuO 

tikea u 


Oxalli? 


ToLaiDA 


CuCr 

fOQIHL 


EiTdr. 


1 




gnu* 


gmu 


mrf 


gTUt 


gnu. 


<1) 


0.0372 


0.16 


100 


0.0286 


0.0086- 


2 


0.1860 


0.50 


126 


0.1831 


0.0029- 


18 


0.0398 


0.60 


60 


0.0376 


0.0022- 


V) 


0.1860 


1.0 


160 


0.1834 


0.0026- 


(5) 


0.1860 


0.6 


60 


0.1864 


0.000U 


m 


0.1S60 


0.6 


60 


0.1866 


o.rxi<:»6^ 


<7i 


01860 


0.6 


50 


0.1&G6 


OJ30^i6-h 


(8. 


01860 


LO 


60 


0.1866 


0.000(^h 


m 


0.0398 


LO 


60 


0.0301 


0.0007- 



In experiments (l)-(4), deficiencies are foimd in the 
amounts of oxalate precipitated at different degrees of dilution 
and by different amounts of the precipitant which are in 
agreement with the results obtained in the preliminary work ; 
the results of experiments (6)-(9), in which 0.5 grm. and 1.0 
grm. of oxalic acid act in a total volume of 50 cm^ show 
the precipitation to be essentially complete under these 
conditions. 

To study the insolubility of the copper oxalate in nitric 
acid the experiments in Section B of the table were made. 

In experiments (10)-(18) amounts of oxalic acid varjring 
from 0.5 grm. to 3.0 grm. appear to precipitate the copper 
completely in the presence of 5 cm' of strong nitric acid. In 
experiment (14) the amount of oxalic acid used was not suffi- 

* Gooch and Peten, Am. Jour. Sci., yii, 461. This yolume, p. 222. 
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cient to throw down all the copper in the presence of 10 cm* 
of nitric acid, but the copper does come down completely in 
the presence of the large amount of the nitric acid upon the 
addition of more oxalic acid, as seen in experiments (15) and 
(16). In experiments (17) and (18) with a larger volume of 
water and a larger absolute amoimt, though approximately 
the same percentage, of nitric acid present as in experiments 
(10)-(18), there is a slight loss of copper; but in experiments 
(21) and (22) when the amount of nitric acid is reduced to 
5 cm^ in the larger total volume the results are normaL 
Experiments (19) and (20) show the increased loss when still 
larger amounts of nitric are present. These facts would make 
it seem best to limit the absolute amoimt of nitric in solution 
to about 6 cm^ 

TABLE m {coiUmvMd), 





CuO 


Ki(L 


HKO4 


VollUDA 






Kip. 


CtiflOt- 


ti^- 


•Ipreclpl. 


OuO ffnuid. 


Ettw. 


1 




BTm- 1 


sm- 


ODl 


cm" 


gfm. 


gnu. 


(10! 

' WW 


1 0.1860 


0,5 


5.0 


55 


0.1859 


0.0001- 


0.1860 


0.5 


5.0 


56 


0.1&60 


0.0000 


1 (12 


01990 


2.0 


5.0 


66 


0,1989 


00001- 


^3) 


O.1990 


SO 


5.0 


66 


0.n*90 


0.0000 


15) 


0.1990 


2.0 


10,0 


60 


0.1971 


0,0019- 


0.1090 


8.0 


10.0 


60 


0.1987 


0.000s- 


16) 


0.1990 


3,0 


10.0 


GO 


0,1985 


0,0006" 


17) 


0J990 


6.0 


12.0 


130 


0.1977 


0,001 3^ 


18) 


0.1990 


G.0 


12.0 


130 


0.1975 


0,0016- 


19) 
(20) 


0.191*0 


5.0 


250 


130 


018B7 


0.0163- 


0.1990 


6,0 


25,0 


ISO 


0.1831 


0,0169- 


(21) 


0.1990 


6.0 


6,0 


130 


0,l9g3 


0,0007- 


0.1990 


6.0 


6,0 


130 


0.1988 


0.(XM)2- 


(28) 
(24) 


0.1990 


2.5 


6.0* 


65 


0.1961 


0.0029- 


0.1990 


2.0 


6.0 


65 


0.1971 


0.0019- 



One observation may well be noted hei'e : namely, that while 
one-half gram oxalic acid is all that is needed for the complete 



* About 9 grm. of ammonium nitrate present in addition to the 6 cm' of 
nitric add. 
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. ^ _ <7* jMi oxalic aci^ ^ Presence of 6 cm* t 
pttcipitoUotv ^3, ^e Bolutioii. AJT-y ^ added up to the 
nitric ac^^ »*^ t*^^, „. „ 1.^ ^^^'^ than this cau««. diff 



strong 

a* ^ iliat a Ti2arg^ jj^jj^ ^*«^*J^ causes difficidt^ 
.fpi^ n^oAa^^^ ?_^^* of water is necessary to 



oaring to tlve t^4t;»ted oxalate. 



-- necessary _ 

A^bout 2.0 gnn. of oxalic acid 



to 50 cm»oiJ^^ (2S) and (24), 5 cm« of nitric acid were 
^"^ "'^^S^tJ^ »^^^^ hydroxide before adding the 6 cm* 

neufcraStte^^^ m excess. The results show the solubiUty 
BttoTvg mtn. ^^^t© ia ammonium nitrate and exclude the 
oi coppw ii a procedure in this work. 

po88\bib.ty oi si* 

TABLE m {eontimied^. 



r 1 c»o 1 

1 •._ \ taken** 

■»»• \ c3w«. ' 


acid. 


HNO, 


Yolume 
atprecip. 
itation: 


CqO 
found. 


Xrrar. 


DetalU 
(ifflltratioii. 








D. 




(28) 
(24) 

(26) 
(26) 


grm. 
0.1990 

0.2080 
0.1990 

0.1090 


grm. 
2.0 

2.0 
1.0 

1.0 


emS 


em* 
60 

60 
60 

60 


gnn. 
0.1984 

0.2026 
0.1990 

0.1987 


grm. 
0.0006- 

0.000&- 
0.0000 

0.000a- 


( Filtered hot 
1 immediately. 
( Filtered hot 
{ immediately. 
( Filtered after 
cooling; stood 
( 16 minutes. 
( Filtered after 
^cooling; stood 
( 16 minutes. 






1 




(27) 

(28) 
(29) 
(30) 


0.1990 

0.1990 
0.1990 
0.1990 


2.0 

2.0 
2.0 
2.0 


6.0 

6.0 
6.0 
6.0 


66 

66 
66 
66 


0.1943 

0.1969 
0.1973 
0.1989 


0.0047- 

0.0021- 
0.0017- 
0.0001- 


i Rltered after 
^cooling; stood 
( 16 minutes. 

Stood 24 hours. 

Stood 6 hours. 

Stood 16 hours. 



Some experiments were made to show the time nece^^sary 
for the complete precipitation, both in the presence and absence 
of nitric acid. Above is the record of such work. 

The results in section D would seem to show that a solution 
containing copper may be precipitated hot as the oxalate and 
filtered either hot or after cooling with a very slight loss. 
VOL. II. — 23 
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Tests of the filtrates made with potassium ferrocjanide con- 
firmed these results. When nitric acid is present, however, 
the mixture must stand after the addition of the precipitant. 
In section E the gradual decrease of the minus error is noticed, 
as the time of standing is extended, the precipitation being 
practicaUj complete upon standing over night. 

Separation from Cadmiwnu 
Bomemann * has used nitric acid for a rough separation of 
copper from cadmium. This method was tried for a quantita- 
tive separation in the presence of 6-10 per cent strong nitric 
acid. The results are found in section F of the table to follow. 
Experiments (88)-(85) stood six hours before filtering. Ex- 
periments (86) and (87) stood over night. Copper is separated 
from more than twice its weight of cadmium, and the results 
are accurate. 

TABLE m (eantinued). 



Bxp. 


OqO 
taken M 
C11SO4. 


Element 

copper WM 
eeperated. 


OziOio 
Add. 




Volnme 
mtpredp- 


CuO 
foond. 


Emv. 




CdO taken 
MCdBO^. 


r. 


(38) 
(34) 
(85) 
(86) 
(87) 


grm. 
0.1990 
0.1990 
0.1990 
0.1990 
0.1990 


gnn. 
0.10 
0.20 
0.80 
0.40 
0.50 


gnn. 
2.0 
2.0 
2.0 
2.0 
2.0 


cm* 
5.0 
5.0 
5.0 
5.0 
5.0 


cm> 
60 
65 
70 
76 
80 


gnsL 
0.1963 
0.1987 
0.1987 
0.1994 
0.1996 


gim* 
0.0007- 

o.oooa- 

0.0008- 
0.0004-1- 
0.000^ 




M^^U«Or 


1 


(38) 
(39) 
(40) 
(41) 
(42) 
(43) 


0.1990 
0.1990 
0.1990 
0.1990 
0.1990 
0.1990 


0.10 
0.20 
0.50 
0.10 
0.20 
0.60 


2.0 
2.0 
2.0 
2.0 
2.0 
2.0 


5.0 
5.0 
5.0 


55 
60 
76 
60 
76 
85 


0.1991 
0.1987 
0.1986 
0.1994 
0.1992 
0.1996 


0.0001-h 
0.0008- 
0.0004- 
0.00044- 
0.0002+ 
O.OOO&f 




ABjOgtaken 
MH,kAa04. 


H. 


Illill 


0.1990 
0.1990 
0.1990 
0.1990 
0.1990 
0.2080 


0.10 
0.20 
0.10 
050 
0.80 

aso 


2.0 
2.0 
2.0 
2.0 
2.0 
8.0 


5.0 
5.0 
5.0 
5.0 


60 
70 
66 
76 
85 
85 


0.1986 
0.1990 
0.1990 
0.1992 
0.1986 
0.2026 


0.000^ 

0.0000 

0;0000 

0.0002+ 

0.0005- 

0.0004- 



* Loc. cit. 



VOLUMETRIC ESTIMATION OF COPPER. 



855 



TABLE m (cofUtmieJ). 



Bxp. 


da 

tekBDM 

Oii80«. 


EleiiiBnt 
fzwawhicii 

Mpumtod. 


Oxalic 
•dd. 


H»0. 


YdluiDB 
atpnoip- 
iUtioD. 


Oa 
foand. 


Xnor. 




BotakMiM 
8oCl,+H01. 


1 


(60) 

(61) 

(51 o) 

(52) 

(58) 

(54) 

(55) 


gnn. 
0.1590 
0.1590 
0.1500 
0.1590 
0.1590 
0.1590 
0.1500 


ppppppp 


gnu. 
2.0 
2.0 
2.0 
2.0 
2.0 
2.0 
8.0 


cm' 
5.0 
5.0 
5.0 
5.0 
5.0 
5.0 
5.0 


55 
60 
60 
60 
65 
70 
75 


gnu. 
0.1581 
0.1608 
0.1591 
0.1594 
0.1603 
0.1914 
0.1988 


ppppppp 




BnUkon 
m8dG1«. 


K. 


(56) 
(57) 
(58) 
(59) 


0.1590 
0.1590 
0.1590 
0.1590 


0.10 
0.10 

Oiio 

0.50 


2.0 
2.0 
2.0 
2.0 


5.0 

5.6 
5.0 


55 
55 
55 
60 


0.1581 
0.1565 
0.1577 
0.1562 


0.0009- 
0.0025- 
0.0013- 
0.002a- 




CqO taken 
mCii80«. 


ilS^NoX 


L. 


OuOfoimd. 




m) 

(61) 
(62) 
(68) 
(64) 
(65) 
(66) 


0.1990 
0.1990 
0.1990 
0.1990 
0.1990 
0.1990 
0.1990 


0.186 
0.272 
0.864 
0.544 
0.272 
0.544 
0.218 


2.0 
2.0 
2.0 
2.0 
2.0 
2.0 
2.0 


5.0 
5.0 
5.0 
5.0 

2.6 
2.0 


60 
60 
60 
65 
60 
60 
65 


0.1987 
0.1983 
0.1988 
0.1971 
0.1995 
0.1998 
0.1999 


ppppppp 




ZnOtekm 
m2d80«. 


M. 


illl 


0.1990 
0.1990 
0.1990 
0.1990 


0.028 
0.057 
0.057 
0.085 


2.0 
2.0 
2.0 
2.0 


5.0 
5.0 
5.0 
5.0 


60 
65 
65 
70 


0.2007 
0.2008 
0.2008 
0.2035 


0.0017+ 
0.0018+ 
0.0018+ 
0.0045+ 



Separation from Arsenic^ in Both Conditions of Oxidation. 

For the separation of arsenic, arsenious oxide dissolved in 
sodium carbonate, and di-hydrogen sodium arseniate were the 
forms of arsenic used. The results are accurate and are given 
in sections G and H of the table. In experiments (88)-(40) 
and (44)-(46) no nitric acid was added. While the presence 
of the nitric acid is not necessary for the separation of the 
copper from the arsenic, still the filtration in the absence of 
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the nitric acid is so slow as to be objectionable* Tlie pi^seneF 
of the nitric acid causes the precipitate to come down in a 
coarser conditionf and in 8ucb condition it filters easily and ia 
capable of being washed quickly. 

Separation from Tin, in Both Conditions of Chidation* 

For the sepamtion of copper from tin a preparation of 
gtannous chloride (20 cm? givii^g 0,3746 grm. metallic tin by 
the battery) containing sufficient hydi-ochloric acid to prevent 
deposition of oxy-salts was used. The solution of stannic 

chloride contained 1.0 grm, metallic tin to every 10 cm®, and 
was used without hydrochloric acid. The results of the work 
are found In sections I and K of the table. The experiments 
go to show that while copper may be separated from small 
amounts of tin as stannous chloride yet there is a limit to the 
amount of tin which may be present One-tenth of a gram of 
metallic tin is the lai^est amount that can be present^ with 
0,15 gni, copper oxide taken as the sulphate, without significant 
exTon Practically the same statement can be made of the 
separation of copper from tin taken as stannic chloride. 
Experiment (57) shows a greater loss of copper when the 
nitric acid is omitted* 



Separation of Copper from Iron, 

A solution of ferric nitrate was used for the work on the 
separation of copper from iron. Low results were obtained 
when a solutien of ferrous or ferric sulphate was used as tiie 
source of iron. The results of the experiments are recorded 
in section L of the table, and show that 0,20 grm. copper oxide 
as the sulphate may be separated from 0.2-0.3 grm. iron oxide 
taken as the nitrate. In experiment (64) a good result was 
obtained when no nitric acid was present, save that added in 
combination with the iron, A comparison of experiments 
(63) and (65) shows that it is best to avoid the use of large 
amounts of nitric acid when the larger amounts of feme 
nitrate are present. 
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Fotft 



^^^ ^^ ^^ applicaUoxx of 4-v . 

.^:i^*^^enieiit auxovi'r^*. ® ^ ^® separation of copper 



^^:?^^^-^enieiit auxoixrii- separauon oi copper 

^*^ ^^ ^roasted a^ K * finely ground chalcopyrite 

'^^ ^^ ^^^^ off, w^^.^ ^ porcelain crucible until 

L v^^^Ul^ was ^^S^^}^^ * ^^^^^ «^^ ^«<^ 



aflsti?^^/^ ^^ ' JX. . ^ ^d, witii tiie beaker covered, 

^xh.^""^ ^^^V^^^^ on a hot plate, nearly to dryness, 

^""^^^xxxs!^ ^ ^ ^^ ^d®^' ^^ «>l^*io^ ^as filtered, 

^^^^•A e '^'^ ^^ '^^ '^^^^ containing dilute nitric 

tjxe tesiau ^^^, a-oout 50 cms in volume, was precipitated 

^^^ ^o ffct^* ^^ ^^^ ^^^ *^® precipitate was estimated 

^^ ?a2aa:J^ ^^^^ ^onrs, as previously described. The 

«*^^ .^ ^tJi ^**^^ acidified witii nitric acid is unportant, 

'fr^^^^^^ the fi^^^y ground ferric oxide remaining undissolved 

^^^^^^tbioug^ *® ^^^ ^^^^ washed with water alone, but 

^^7 no trouble if the water be acidic. The resulte of two 

Stoiations are here given. 

ci-icopyrito. ^ISJCSSS?* SSSSSSSiSf w«««- 

gnn. JS ?S % 

0.5000 31.00 30.92 0,08- 

1.0000 31.00 31.26 0.26+ 

Separation of Copper from Zinc. 

The separation of copper from zinc was not altogether 
successful owing to the tendency of the zinc oxalate to come 
down with the copper oxalate. Some experimente are given 
in section M of the table. 

The separations of copper from bismuth and antimony were 
unsuccessful. 

The work may be briefly summarized as follows : Copper 
exceeding in amount the equivalent of 0.0128 grm. of the 
oxide to 50 cm' of solution as the sulphate may be separated 
completely, even in the presence of a moderate amount of 
strong nitric acid, by the addition of suflacient amount of 

oxalic acid. 

Copper may be separated from cadmium, arsenic, iron, and 
small amounts of tin, when precipitated by oxalic acid in 
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a volrune of 60 cm^ containing 6 cm^ strong nitric acid. 
Inasmuch as the completeness of precipitation of the copper 
depends upon the presence of a certain minimum amount 
of the copper salt this method is not applicable when the 
amount of copper falls below 0.0128 grm. of the oxide to 50 
cm^ of solution. 



^^0O^''^-^^1I>ES OF COPPER AND SIL- 
'^ ^T^^ ^ GRAVIMETRIC ANALYSIS. 

^^ ^ Q. VAN NAME.* 

OuprQU9 StUphoctfanide. 

as ^^ fttteutioxi was drawn by Rivotf to the 

AB ^^^ q{ estimatiiig copper gravimetrically by weighing 

^^ T^ sulp^^y®^^®* »J^d to ^e advantages which the 

^^ ^ affoxded in separating copper from other metals. 

proce jQ(»eduie consisted in dissolving the substance to 

^^analv^ ^ hydrochloric acid, reducing copper with hypo- 

h sohorous or sulphurous acid, and precipitating with pota&- 

^" im sulphocyanide. The precipitate dried at a moderate 

nerature was weighed as cuprous sulphocyanide and then 

as a control converted by ignition with sulphur into cuprous 

sulphide and weighed in that condition. 

;hi his well known work upon quantitative analysis Fre- 
senius in one place J denies the practicability of the direct 
weighing of copper as cuprous sulphocyanide on account of 
the tendency of the latter to hold water even when heated to 
the temperature of incipient decomposition. As authority 
for this statement he cites Claus,§ who found 8 per cent of 
water in the precipitate after drying at 116°, and Meitzendorff, 
ho eave the percentage of water under the same conditions 

as 1.54. , „ , T^ . 

On a later page of the same volume,|| however, Fresemus, 
after a trial of the process which gave 99.66 per cent of the 

• From Am. Jour. Sci,, x. 461. t Compt. rend., xxxvlii, 868. 

t Quant AnsL, 6. Aull., i, 187. § L. GmeUn, Handbuch, ir, 472. 

* ^ II Quant Anal, 0. Aufl., i, 836. 
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theory for coppert concludes that tlie method is practicable 
altliough apt to give low results, particularly in the presence 
of free acid. 

The process was again recommended in 1878 by Busse,* 
who had employed it for the estimation of copper, both 
alone and in the presence of iron, nickel, zinc, and arsenic, 
obtaining results very near the theory and plainly comparable 
with the figures obtained by afterwards igniting the cuprous 
sulphocyanide vdth. sulphur in h} drogen. 

In spite of the evident advantages for certain purposes of 
Rivot's method over other modes of determining copper, it 
has never come into general use. The chief reason for this 
has apparently been the diflSculty and inaccuracy attendant 
upon the weighing of the precipitate upon dried paper 
filters, a process which can hardly be depended upon unless 
managed with extreme care. 

In the experiments to be described this difficulty was 
avoided by performing the filtering and weighing upon asbes- 
tos in a perforated platinum crucible. The method of con- 
ducting a determination was as follows : A suitable quantity 
of a standard copper sulphate solution was run from a burette^ 
diluted to a convenient volume, a few cubic centimetera of a 
saturated solution of ammonium bisulphite added, and the 
copper precipitated by an excess of ammonium sulphocyanide. 
The precipitate was allowed to settle, collected upon asbestos 
in a weighed crucible, washed with cold water, and dried at 
110^ until no further loss of weight took place. 

In Table I are given the results of a number of determi- 
nations made in this way. The copper sulphate solution 
was made up exactly decinormal and the standard confirmed 
electro lyticaUy. As the ammonimn sulphocyanide solution 
was slightly above decinormal, 13 cm^ represent a small excess 
(about one cubic centimeter) alx)ve the amount theoretically 
required to precipitate 25 cra^ of the copper sulphtite solution. 
The ammonium bisulphite, which had been recently prepared 
by saturating aqueous ammonia with sulphur dioxide, was 

* Zeitichr. anaL Chan., xrii, 53. 
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always used in sufficient quantity to give the liquid a strong 
and peimanent odor of the latter. 

TABLE L 

26 cm> of ^ OaSO^ solution, eqoiyalent to 0.0796 grm. Cu, taken for each 

exi>eriment 



Bxp. 


1 

oonoeatntod. 


HirH480a 

MtML 


NH48OH 
apfffox. 

IT 


FhuJ 
Tolome. 


Time of 
■tanding. 


Cn 
found. 


Error. 


8! 
8! 

(6) 

?i 

(8) 

<iS! 


cms 

None. 

None. 

None. 

None. 
1.6 
1.6 
1.6 
1.6 
6 
16 


cm* 
6 
8 
8 
8 

10 
8 
8 
6 
6 

10 


om> 
18 
18 
26 
26 
13 
13 
26 
26 
26 
26 


cm* 
68 
66 
78 
78 
86 

106 
86 
86 
86 

116 


hn. 

12 
48 

4 
21 

8 
21 


gnn. 
0.0796 
0.0793 
0.0796 
0.0796 
0.0792 
0.0786 
0.0783 
0.0796 
0.0797 
0.0793 


grm. 
0.0000 
0.0002- 
0.00014 
0.0001+ 
0.0003- 
0.0010- 
0.0012- 
0.0000 
0.0002+ 
0.0002- 


IS! 


HCl 

concentrated. 


6 

10 


* 

26 
26 


100 
100 


20 

28 


0.0796 
0.0784 


0.0000 

aooii- 


10 
26 



When there is no free acid present the time of standing 
before filtration and the amount of the excess of ammonium 
sulphocyanide are practically without effect, as experiments 
G) to (4) of the table show. 

Experiments (6) to (10) were carried out in the presence of 
various amounts of free sulphuric acid up to 12 per cent of 
the total voliune of liquid. The acid, at least within this 
limit, does not exert a sufficient solvent effect upon the cuprous 
sulphocyanide to interfere materially with the accuracy of the 
process, but it retards the precipitation, making it necessary to 
mcrease the time of standing before filtering in proportion to 
the amount of acid present. In several of these determina- 
tions the precipitation was visibly incomplete even after sev- 
eral hours* standing. This effect of the acid, however, hardly 
shows in tie results of the table because the standing was 
always pToloug&d. until the copper appeared to be all down 
before mtemg. 
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The low result of Experiment (7) was probably due chiefly 
to incomplete precipitation, although (9) shows that even wiUi 
a much larger amount of acid precipitation may be complete 
within three hours. In general, however, it is safer to allow 
ample time (twelve hours or more) for the precipitation when 
there is much free acid present. 

Comparison of Experiments (5) and (6), for which only a 
bare excess of anunoniiim sulphocyanide was used, with (7) 
to (12) shows an apparent advantage in the larger excess in the 
presence of acid. Hydrochloric acid, judging from the results 
of (11) and (12), has no greater disturbing influence than sul- 
phuric acid, although in (12), where the concentrated acid 
constituted one-fourth of iJie entire volume, there was appar- 
ently a slight solvent action. The filtrate from this determi- 
nation when concentrated to about 25 cm' and treated with 
potassium ferrocyanide gave a strong test for copper, as did 
also the filtrate from (6). Several pf the other filtrates were 
tested in the same way, but none showed more than an insig- 
nificant trace of copper. The filtrate of (7), however, was 
not tested. 

Table 11 contains the results of a series of experiments con- 
ducted as before, except that larger amounts of copper were 
employed. The copper sulphate solution was approximately 
^ and standardized by the battery. The solution of ammo- 
nium sulphocyanide was the same previously used and a con- 
siderable excess was employed in every determination. More 



TABLE n. 



Bxp. 


Ca 
takan. 


JB^ 
ta^ 


approx. 


Filial 


latedaaOn. 


Bnor. 


Ouln 
llltnto. 


(8 
(4) 


gnu. 
0.3176 
0.3176 
0.8176 
0.3176 


om* 
None. 
None. 
None. 

10 


em* 
60 
00 
00 

100 


om> 
600 
600 
600 
600 


gm. 
0.8176 
0.3177 
0.3176 
0.8176 


grm. 
0.0001+ 
0.0002+ 
0.0001+ 
0.0000 


None. 
None. 
None. 
None. 


(6) 


0.8176 


HOI 
oooo* 


100 


600 


0.3166 


0.0010- 




20 


DUtinct 



1^ ora vimetric analysis. 



r 



than twice the ^^ount theoretically required was uaefll*^ 
case where fr©® ^id was present, and at least trweuX? 
were allowed for the precipitation, which waa ixxaidi^ 
and as the table shows, rather dilute solutions. ^|^ 
tdon is too concentrated the copper is apt to b^ 






^^ 'iP ^ 

in a finely divided condition, making it hard to fiXt^^- ' ^ 



i>. 



The time required to dry the cuprous s^pl^ooy^i,^^^^ i^ 



is in general from two to three hours. Heatixx 



S ^ttXTXobl' 




than this is not to be recommended, as a gra^x^^^ - 

weight begins to take place, as is shown V>y ^tixi^ ^^ci^ /^ 

example, which gives a series of weights of "^ ^ ^ Z/ 
tate at different stages. 

CuACCN)^ 



After 2 hours at 110° 






« 23 " 






0.606O 
0.605d 
0.606T 
0.6O69 




o.sxez 
o.3xe7 

0.3XT1 
0.31_T2 



, xisiial^ 



This tendency to increase in weight is, Ixo^^e^v^^^ 
marked than in the above example, and ixx sbxxy - 
interfere materially with the accuracy of tbio i>xTooess iin^ 
drying is prolonged far beyond the necessfitxy loxig^ili of 

The method is easily handled and, as thio xros-ixlts of :^ 
and n show, is capable of considerable acoxxjraoy. ^^r^^^ 
nature of the process it is evident that it is mtioli less ^}\ Nl 
be interfered with by the presence of atJier xnetaals 
other gravimetric methods for copper, axid xnaj^ *^^^^ 
directly applied with good results in many cases wie^^ 
of the electrolytic or the oxide method virould invQi 
vious separation. ^^ 

Silver SvlpTiocyanide. 

The sulphocyanide of silver, unlike that of <^opp^ 
ble in an excess of ammonium or alkali BolpboQy^ ^ 
this fact prevents the use of the latter to precipf fe(v K ^ a 
gravimetric estimation. The reverse process, i^ ^ % t^ 
precipitation of a soluble sulphocyanide by an ex( ^^ ^^ ^ 







\ 
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nitarate, as will be shown by the experiments to be described, 
furnishes a convenient means of standardizing sulphocyanide 
solutions and in general for estimating sulphocyanic acid. 

When freshly precipitated the sulphocyanide of silver resem- 
bles the chloride in appearance, but when allowed to stand a 
few hours becomes finely granular and is very easily filtered 
and washed. It may be safely dried to a constant weight upon 
an asbestos filter at 110°-120**,but at a somewhat higher tem- 
perature is decomposed, leaving a residue of silver sulphide. 

The determinations which are tabulated below were made as 
follows. Portions of 25 cm^ of an approximately decinormal 
solution of ammonium sulphocyanide were measured from a 
burette, diluted with 100 cm® of water and silver nitrate added 
in excess. The precipitate was collected upon asbestos in a 
platinum crucible, washed with cold water and dried to a con- 
stant weight at 115^ the drying requiring usually between two 
and three hours. 

The filtering is facilitated by allowing a few hours for the 
precipitate to settle ; but this is by no means essential, as it is 
easy with a little care to obtain a clear filtrate even when the 
filtering is performed at once. 

The solution of ammonium sulphocyanide was prepared 
from a pure salt, especially tested and found free from choride. 
This point is of importance, as chlorine is a common impurity 
and its presence in any considerable quantity will vitiate the 
results. 

In order that the eflPect of varying the excess of silver 
might be investigated, an approximately decinormal solution 
of silver nitrate was titrated against the ammonium sulpho- 
cyanide and the ratio between the two solutions determined. 
This silver nitrate solution was used for the first five determi- 
nations of Table III. For the rest the quantity of silver nitrate 
was not measured but regulated by the eye alone, thus making 
the conditions the same as would be the case in practical use 
of the method. 

These results are as uniform as could be expected, considering 
the variations which would be produced by even very small 
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TABLE m. 

Final Tolome of liquid 160 cm*. 

25 cm* of NH4SCN lol. equlTalent to 26.16 cm* of AgNOg lol. 
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top. 


HB^OH. 


AgHOb. 


Ksoevof 
AgNO,. 


AgBCH 
found. 




oms 


oms 


em» 


grm. 


(1) 


26 


25.3 


0.16 


0.4372 


(2) 


26 


26.8 


0.16 


0.4876 


(8) 


26 


26.4 


0.26 


0.4878 


i 


26 


26.4 


0.26 


0.4376 


26 


ao.4 


6.26 


0.4382 


(0) 


26 


Rough ezcera. 


0.4866 


(7 


26 


Rough excels. 


0.4881 


B) 


26 


Rough excels. 


0.4878 


,0) 


26 


Rough excels. 


0.4372 


(10) 


26 


Rough excess. 


0.4369 



errors in measuring out 25 cm' of decinormal sulphocyanide 
solution. It is moreover clearly shown that there is no 
difference in the results whether a bare excess or a moderately 
large excess of the silver nitrate is used. 

The mean of the values in the last column is 0.4874, which is 
equivalent to 0.2006 grm. of ammonium sulphocyanide for 
every 26 cm* of the solution. 

The standard of the sulphocyanide solution was also 
determined volumetrically by Volhard's process. The mean of 
four titrations carried out with great care against a standard 
silver nitrate solution gave as the standard 0.2003 grm« of 
ammonium sulphocyanide for 25 cm' of solution. This differ- 
ence between the standards as determined by the two methods 
(one part in 670) is much less than the variations which 
frequently appear between successive determinations by 
Volhard's method, under like conditions as to strength of 
solutions and amounts used. It is about equal to the error 
that would be produced in a single volumetric determination 
by a mistake of one drop in measuring one of the solutions, or 
of one-half drop in the same direction on each. 

It is therefore evident that the standard of a sulphocyanide 
solution obtained in the above way may be applied directly to 
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the estimation of unknown amounts of silver bj Volhanl's 
method without sensible error. 

To remove a possible doubt as to whether the mires 
sulphooyanide dried at US'* was entirely free from water, a 
number of electrolytic determinations of the silver contained 
in the previously weighed precipitates of Table III were made 
in the following way. 

The perforated platinum crucible containing the silver 
Bulphocyonide and asbestos was hung in a loop of h^vy 
platinum wire and served as the anode. For the cathode a 
deep platinum dish of about 200 cm® capacity wos used* An 
amniDuiacal solution of potasaium cyanide wns employed as the 
electrolyte and gave the best results when made up by dissolving 
2 gnu. of potassium cyanide in 15 cm® of strong ammonia and 
15 cm^ of water. The crucible which served as the anode was 
filled with this solution in fuU strength, and the remainder 
was put into the platinum dish and diluted to the required 
volume with water. In this meditun the silver sulphocyanide 
is slowly dissolved and diffuses through the asbestos felt into 
the space between the electrodes where the silver is deposited 
in the usual way. Tliis diffusion, is, however, aided but little 
if at all by the cuirent, and there is a tendency for traces of 
the silver to remain behind in the crucible. The current density 
employed was about 0,0012 ampere per square centimeter 
of cathode surface and the time about twelve hours. After 
weighing the silver deposited^ it was dissolved in nitric acid^ 
precipitated by hydrochloric acid and weighed again as the 
chloride, giving a check upon the results. 

Seven of the ten deteiminations of Table III ware thus 
treated, but owing to the imperfections of the process the 
results were all slightly low, the worst showing a deficiency 
of 0*0025 gmi. of silver, an error of less than 0.9 per cent. The 
results of the two best of these determinations given below are, 
however, sufficient to prove the point in question, namely 
that the silver sulphoeyanida dried at 115^ has the theoretical 
oonstdtution and contains no water. The numbers are those 
under which the determinations appear in Table III* 
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gflDa 

0.2M4 \ 0:28a» 
02M0 \ 0.2888 




^eteiore that the estimation of sulphocyanides by 
i„„ . " vri«^ «lver ixitrate and direct weighing of tlie 
ptecvpi^^**^ vr^oUy permissible. The method is extremely 
^teev?^^^ aS ^** ^^^^B- shown, the results are qviite accurate. 



XLvn 

ON THE ESTIMATION OF CiESIUM AND EUBIDIUM 
AS THE ACID SULPHATES, AND OF POTASSIUM 
AND SODIUM AS THE PYEOSULPHATES. 

Bt PHILIP B. BROWNING. 

BuNSEN * is authority for the statement that the acid sulphate 
of rubidium does not lose sulphuric acid at a heat approaching 
redness. It is stated in the literature f that the acid sulphates 
of caesium and rubidium when subjected to a low red heat 
pass into the form of the pyrosulphates. 

R. Weber t found that by treating the dry sulphates of 
potassium, caesium, rubidium, and thallium with sulphuric 
anhydride in a closed tube and heating on a water bath two 
layers separated. In the lower layer he obtained crystalline 
bodies which proved to have the constitution Rfi • SSOs- On 
strong heating he obtained from these substances, bodies of 
the form R^O . 2808 and finally RsO . SOs. He also notes that 
in the case of the caesium salt the removal of the excess of 
the sulphuric anhydride was attended with greater difficulty. 

Baum § states that the pyrosulphates of the alkalies may be 
obtained by heating the acid sulphates under atmospneric 
pressure at low redness, or under diminished pressure at a 
temperature between 260** C. and 820° C. 

In a recent paper || from this laboratory I have shown that 
thallium may be estimated as the acid sulphate by evaporating 
a thallous salt in solution with an excess of sulphuric acid and 
bringing the residue to a constant weight at a temperature of 
about 250** C. 

« Ann. Chem. (Liebig), cxix, 110. 

t Graham-Otto, Lehrbuch d. Chem., ill, 289, 278. 

I Ber. Dtsch. Chem. Ges., xvii, 2407. § Ber. Dtsch. Chem. Gee. zx, 762. 

Am. Jour. Sci., iz (1900), 137. This Tolume, p. 817. 
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xr^ \}ea!axMb nietala ^^***' ™ "o™® o^ ^ts combi- 

^dements xma ^^^^Sested the study of the 

®^ the same general conditions 






liptoced-^-^^l^^^ ^^"^ ^^aade with a pure csBsium salt 
V-i^ *^%*re»g^ed amouixt of the nitrate waa placed in 



^5 



N_ "*' \^cA wi ii "■^ ***" *""^<« w«t» placed 

eig.^.g**^^Mii crucible and treated with 

d u] 

,^. V^ T>*^ ''~'*- euju liiuLiu aciu wenj largely 



i pte^^"^^"^ •voV5^^>^?,^jf • ^^^ crucible was then placed upon 

exLceaa oi «^ .^^til tlie water and nitric acid were largely 

a %\^^ ^ g^ tben lemoved to a radiator, consisting of a 

expeUcA ®^^v>3le fitted mth a pipenstem triangle so arranged 

poTcelaitx c ^^^ Qt ^^ platinum cracible would be about 

tJaat ^®^^een ^^ ^P ^d bottom of the porcelain crucible. 

miAvray ^^ed tadiator was set in an iron ring and a 

'^^^^ ^^ter BO placed that the mercury bulb would be on 

1 1 with the bottom and close to the side of the platinum 

^ ^ 'ble. An ordinary Bunsen burner served as the source 

^f heat and the temperature was kept so far as possible 

Vietween 250° C. and 270® C. After the fuming attending 

the removal of the large excess of sulphuric acid ceased, the 

crucible and contents were removed to a desiccator, and, after 

feeing allowed to cool, weighed. This process of heating 

^,ieas continued for half-hour periods until the weights were 

constant. The results shown in Table I were obtained by 

this method of treatment. In experiments (1), (4), and (9) 



TABLE L 



GaNOs 




grm* 
0.1706 
0.1706 
0.1032 
0.1032 
0.1218 
0.1214 
0.1214 
0.1160 
0.1056 
0.1066 



CaHSO* 
oalea- 
loted. 


Fint 
eoluUnt 
weight. 


Seoond 
weight. 


Brror 
CaHBO^. 


OiuSO^ 
cuea- 
lated. 


CHBO4 
found. 


Error 
Ca^i. 


gnn. 


gnn. 


gnn. 


gnn. 


gnn. 


gnn. 


grm. 


0.2013 


0.2054 


0.2020 


0.0007+ 


, , 


, , 


, , 


0.2018 


0.2010 


, , 


0.0003- 


, , 


, , 


, , 


0.1217 


0.1201 


, , 


0.0016- 


, . 


. . 


. , 


0.1217 


0.1252 


0.1222 


0.0005+ 


0.0961 


0.0948 


0.0018- 


0.1437 


0.1468 


, , 


0.0021+ 


0.1130 


0.1118 


0.0012- 


0.1435 


0.1430 


, , 


0.0006- 


. . 


. . 


. . 


0.1435 


0.1422 


. , 


0.0013- 


. . 


, . 


. . 


0.1366 


0.1380 


, , 


0.0026- 


. , 


, , 


, . 


0.1245 


0.1272 


0.1248 


0.0003+ 


. , 


. . 


, . 


0.1245 


0.1262 




0.0007+ 


• • 


• • 


• • 
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eights were constant somewhat 



^^i^irtw.^ ^**^^ acid, sulphate, a fact which would 



^^^^^^^^^^i> \^^ ^^ 1^*^^ ^^ ^® caesium salt to hold 

'^^^'^ ^ss^^^^ \^ ftmd^ ^<^id. over the amount necessary to 

^'t ^_^ *^^. ^^^phate. The results show that by 



%S1 



\ 

r 

I 



iGTO.'^iafc 's^^^^^^^i^^ ^^^ temperature between 260*^ C. and 
T^^xiJia>3ca%'^^ ^0»y V>^ brought, with a fair degree of cer^ 
^'^^'^ ^^cTSrSaditi^^ ^i the acid sulphate. As a check upon 
^^8\ilte, ^e> ^/ii^ SMlpkato was, in a few cases, treated witii 
Utt\e ammomvnn. hydroxide, the excess of this was removed 
upon a steam batii and the neutral sulphate obtained by 
ignition at a red beat to a constant weight. These determi- 
nations agreed fairly well with the theory. The same pro- 
cedure was followed with rubidium, a pure rubidium chloride 
having been chosen as the starting-point The results are 

TABLE n. 



Brp. 


BbOl 
taken. 


BbHBO. 

OftlCUlAted. 


BbH804 
foand. 


BRor. 


cSSSJ^ 


EbJ804 
found. 


Bnor. 


(1) 
(2) 
(3) 
(4) 
(5) 
(6) 


grm. 
0.1262 
0.1212 
0.1280 
0.1280 
0.1610 
0.1860 


gnn. 
0.1889 
0.1829 
0.1866 
0.1866 
0.2480 
0.2062 


gim. 
0.1878 
0.1840 
0.1860 
0.1868 
0.2416 
0.2082 


gnn. 
0.0011- 
0.0011+ 
0.0006- 
0.0002+ 
0.0014- 
0.0020- 


gnn. 

0.i4550 

0.i867 
0.1777 
0.1601 


grm. 

0.1460 

0.i860 
0.1772 
0.1490 


gnn. 

0.0000 

0.0007- 
0.0005- 
0.0011- 



given in Table 11. No tendency was observed on the part 
of this element to hold sulphuric acid in excess of the amount 
necessary for the formation of the acid sulphate. When the 
same method was applied to sodium and potassium salts, 
pure chlorides being used as the starting-point, a somewhat 
different result was obtained, in that the weight of the 
final product appeared to indicate the formation of the 
pyrosulphate. The results given in Tables m and IV, in 
which the sodium and potassium salts are calculated as 
pyrosulphates, are suflSciently satisfactory for purposes of 
quantitative estimation. As in the case of the csesium and 
rubidium salts, a number of determinations as the neutral 



^lON OP C^^j.^ 
l3ff^^ ^^ -AND RUBIDIUM. 871 






%^ 






ff' 









gm. 
O.3704 

O.2032 
0.1880 

OABftS 



0.86QB 
0.288Q 
0.a022 
0.1S23 



calculated. fmiii£ 



o.oooe- 

O.OQ28- 
O.OOIO- 
O.0007- 

0,0008- 



gnn. 

0.1993 
0.1308 



gnn. 

0.1972 
0.1381 



gnn. 

0.0021- 
0.0012- 



TABJLE IV. 



Yxp. 



, 5»^0t \ HaJB^o, 
— """"^X gnn* 

ft\o^ 01^ 0.1962 
ol?^ 0-2076 0.2065 
M^ 0.2862 0.2861 



Icalcmatod. 



gnn. 
0.0006- 
0.0000 
O.OOIO- 
0.0011- 



found. 



gnn. gnn, i gnn. 

0.1266 I 0.1264 | 0.0012- 

O.i^ 0.1^0 I 0.0008- 

0.1708 I 0.1696 I 0.0007- 



gulphate were made by ignition of the sodium and potassium 
pyrosulphates, with results which are recorded. In Table V, 
two determinations are recorded, in one of which the caesium 
and rubidium salts were treated together and in the other 
the sodium and potassium salts. 



TABLE V. 



KxP- 


BbOl + OaNOi 


calculated. 


BbH804 + 
CsHdo« 

found. 


Error. 


"^4i^. 




KiTor. 


(1) 


CRbCl 0.1428 ) 
)C8NO.0.1264f 


gnn. 
0.3646 


gnn. 
0.3666 


grm. 
0.0020+ 


gnn. 
0.2749 


grm. 
0.2762 


grm. 
0.0008+ 




HaOl + KOl 
taken. 


odoulated. 


•:^ 


Brror. 


Ti^.^ 


"S^ 


Bnor. 


(2) 


(Naa 0.1288 ) 
|kC1 0.1840 S 


0.4627 


0.4680 


0.0008+ 


0.90(S 


0.8040 


0.0022- 



An application of this general method to a lithium salt 
gave no evidence of the existence of a stable acid sulphate 
or pyrosulphate. 
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The results may be summed up as follows: — CsBsium and 
rubidium salts of volatile acids when treated with sulphuric 
acid in excess and brought to a constant weight at a tem- 
perature between 260** C. and 270° C. form acid salts of 
the type RHSO4 and the neutral salts of the type R1SO4 on 
ignition. 

Some tendency of the c»sium salt to hold more sulphuric 
acid than corresponds to the formation of the acid sulphate 
RHSO4 was apparent at temperatures between 258'' C. and 
270° C, but upon raising the temperature above 800° C. the 
loss was excessive and showed a tendency on the part of the 
acid sulphate to pass, at this temperature, toward the con- 
dition of the pyrosulphate. 

Sodium and potassium salts, when heated under the con- 
ditions described, give pyrosulphates of the type RiSsO, which 
on ignition go into the neutral sulphate of the form RSSO4. 
Lithium gives neither salts of the type RHSO4 nor lUSsOy 
under the conditions of these experiments. 



XLvm 

^ ^e'^^^'^^^^'^ ^^ CALCroM, STRONTIUM, 
T:«^ \^^ BARIUM AS THE OXALATES. 

By CHAHUBS A. PETBRS. 

K TOBisiDfiS^ axticle from this laboratoiy ♦ describes the eondi- 
• B8 \iBdet wbich oxalic acid may be titrated by potassium 
^^Tma»g®^^^ ^ ^^ presence of hydrochloric acid, and states 
^at the extra consumption of permanganate which ordinarily 
takes place when oxalic acid is titrated by permanganate in 
the presence of hydrochloric acid, may be prevented by the 
addition of a manganous salt. This fact led to the idea of 
effecting the solution of the alkaline earth oxalates in hydro- 
chloric acid and titrating the free oxalic acid with perman- 
oanate in the presence of a mai^anous salt, and so to the 
study of the conditions under which precipitates of strontium 
and barium oxalates could be obtained sufficientiy insoluble 
for quantitative purposes, the conditions under which calcimn 
oxalate is insoluble being already weU known. 

The permanganate solution for this work was standardized 
against freshly recrystallized ammonium oxalate, and on 
oxaUc acid, the standards agreeing. 

Calcium Oxalate, 

It is well known that calcimn may be estimated by treating 
the precipitated oxalate with sulphuric acid and titrating by 
permanganate the oxalic acid set free-f In the work 
described in the present article, the precipitate of calcium 
oxalate has been dissolved in hydrochloric acid and the oxalic 

« Oooch and Peters, Am. Jour. Sci., vii, 461. This Tolume, p. 222. 
f Mohr, Titrirmethode, 6. Aufl., S. 227. 
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OF CALCIUM, STRONTIUM, 



^^^ ^ "^v^LS precipitated with ammonium oxalate, 
.i^ ^^ IxouTB, and the supernatant liquid de- 



^t^^^^'^^^^^^i^^ ^ foUows: The boiling hot solution 

^o^^ "^ o^t:^^ A "^l^© precipitate was washed two or three 
G«»^^ a^C?^^^^^^ with 60-100 cm« of cold water and 
»^0 *^^^* The crucible containing the precipitate 
cved *^.^^ beaker, 100-200 cm» of water were 
^ aIcA. tog^^®^ ^^ ^•'•^ ^^ ^^ strong hydrochloric acid and 
^R-lO ff^- ^^ xaanganous chloride, and the oxalic acid 
^trated at, a temperature of 86**-46**. The results, given in 
Table 1, are obviously excellent. 













TiLBLE L 




OnOtijtomM 
G»01r 


ouOttt^ 


Yolmnaat 


CttOfboBd. 


Enor. 


grm. 


grm. 


cm* 


grm. 


gnn. 


0.0666 


0.3 


100 


0.0667 


0,0001+ 


0.0066 


0.8 


100 


0.0666 


0.0000 


0.0666 


0.8 


160 


0.0668 


0.0002+ 


0.0666 


0.8 


100 


0.0666 


0.0001- 


0.0986 


0.6 


176 


0.0981 


0.0004- 


0.1818 


0.6 


160 


0.1316 


0.0002+ 


0.1313 


0.6 


200 


0.1316 


aooo2+ 



Extended washing with hot water, however, is to be avoided 
after the precipitant, ammonium oxalate, has been removed. 
In one experiment, for example, in which the precipitate, on 
the felt, was washed fourteen times with portions of about 
60 cm' each of hot water, each portion bleached from 2-6 
drops of approximately ^ permanganate, making a total loss 
of 0.0084 grm. of calcium oxide. 

StfTfynJtium Oxalate. 

Souchay and Lenssen * state that strontium oxalate is solu- 
ble in 12,000 parts of water. This fact would seem sufficient 
to warrant the study of the quantitative separation of stron- 
tium as the oxalate. In the work which foUows strontium 
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oxalate has been precipitated both in alcoholic solution and 
in water solution, and for convenience these two conditions 
of precipitation will be discussed separately. 

All the strontium salts, of established purity, were stan- 
dardized by precipitation with sulphuric acid in a solution 
containing at least one-half its volume of alcohol, and with 
Bome solutions confirmatory standards were also obtained by 
evaporation with sulphuric acid. 

Precipitation in Alcoholic Solution. To determine the com- 
pleteness of the precipitation in alcoholic solution strontium 
nitrate was precipitated by ammonium oxalate in a solution 
containing one-third of its volume of alcohol, the mixture was 
allowed to stand over night, the liquid was filtered off on 
asbestos, and the precipitate was treated in the capped filter- 
ing crucible with sulphuric acid, ignited, and weighed as the 
sulphate. The results are given in Table 11. It is plain from 



TABLE n. 



BrOtakmM 


.Ammoaimn 


Volome at 


VolOSMOf 


BrOfoand 


niflerenoe. 


at(NO,)^ 


oxalate. 


preolpitatkm. 


aloolioL 


aa8r80«. 


gniL 


(jrui. 


om» 




gnn. 


gnn. 


0.2434 


0.8 


180 


. 


. 


0.2440 


0.0006+ 


0.2484 


0.8 


180 


■ 




0.2487 


COOOSf 


0.0022 


0.2 


100 


. 


• 


0.0022 


0.0000 


0.0013 


0.2 


100 


. 




0.0014 


0.0001+ 


0.0004 


0.04 


100 


' 


' 


0.0004 


0.0000 



the results in this table that the precipitation of even small 
amoimts of the strontium salt from a solution containing one- 
third of its volume of alcohol is practically complete. 

To determine the minimum amount of alcohol necessary for 
the complete precipitation of the strontium oxalate, experiments 
were made using varying proportions of 86 per cent alcohol 
with different amounts of ammonium oxalate, and the filtrates 
from such experiments were tested for strontium by the addi- 
tion of more alcohol. The results given in Table III show 
that when a moderate excess of ammonium oxalate is present, 
a volume of 85 per cent alcohol, amounting to one-fifth of 
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TABLE m. 



BrOpraaent 


ozAlato. 


Yoluioeof 
Uonid. 


FvopoTuon 

of 86 par cent 

•koboL 


BK> found in 


grm. 
0.1 
0.1 
0.1 
0.1 
0.1 
0.1 
0.1 


gnu. 
0.4 
0.4 
0.4 
0.2 
0.2 
0.2 
0.1 


100 
100 
100 
100 
100 
100 
100 


1 


Srm. 
0.0000 
0.0000 
0.0004 
0.0000 
0.0009 
0.0020 
0.0002 



the whole, is sufficient to complete the precipitation of the 
strontium as the oxalate. 

The conditions under which strontium oxalate is insoluble 
having been determined, the process for the volumetric esti- 
mation of strontium was carried out as follows: The hot 
solution of a strontium salt was precipitated with ammonium 
oxalate, 85 per cent alcohol, amounting to from one-fifth to one- 
third the total volume, was added, the mixture was allowed to 
stand over night, and the clear liquid was decanted on an 
asbestos filter. The precipitate was washed with a mixture 
of equal parts of 85 per cent alcohol and water, transferred to 
the filter, dried in the filtering crucible over a flame to free 
it from alcohol, returned to the beaker previously dried, treated 
with sulphuric acid, or with 5-10 cm* of hydrochloric acid 
(in the latter case 0.5-1.0 grm. of a manganous salt being 
added) and the liberated oxalic acid was titrated by perman- 
ganate. The results obtained by this method are accurate 
and are given in Table IV. 

In the last experiment in which a comparatively large 
amount of strontium salt was present and tiie- dilution low, 
there is a slight tendency towards a minus error, due probably 
to the occlusion of some oxalic acid by the strontium sulphate 
formed. This phenomenon would favor titration at greater 
dilution when sulphuric acid is used to liberate the oxalic 
acid from large amounts of strontium oxalate. 

Precipitation in Water SoliUian. In order to determine the 
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TABLE IV. 

VOLUIIS DUBIKO TiTBATION 160-260 CM*. 



BrOteken 


oxalirt^ 


VolusBat 


tlonof 
86 percent 


Addpm- 
entdulDg 
tttntton. 


BrO 

found. 


Error. 


Srax. 
0.0974 
0.0974 
0.0974 
0.0974 
0.1948 
0.1948 
0.0974 
0.0974 
0.0974 
0.1948 


gnn. 
0.4 
0.4 
0.4 
0.8 
0.4 
0.8 
0.4 
0.4 
0.4 
0.6 


em* 
100 
100 
100 
100 
200 
200 
100 
100 
100 
160 






HCl 

HCl 

HCl 

HCl 

HCl 

HCl 

H«S04 

HjSO^ 

H,S04 

H.SO4 


gm. 
0.0978 
0.0088 
0.0976 
0.0981 
0.1943 
0.1942 
0.0970 
0.0977 
0.0976 
0.1938 


gnn. 
0.0001- 
0.0009+ 
0.0001+ 
0.0007+ 
0.0006- 
0.0006- 
0.0004- 
0.0008+ 
0.0002+ 
0.0010- 



degree of precipitation of strontium salts in water solution, 
strontium oxide, taken as tiie nitrate, was precipitated by 
axmnonium oxalate, the mixture was allowed to stand over 
night, filtered on asbestos, the precipitate was washed with 
'Water containing one-half its volume of 85 per cent alcohol, 
treated in the capped crucible with a few drops of sulphuric 
acid, ignited, and weighed as the sulphate. The result gave 
0.0978 gnn. of strontium oxide instead of 0.0974 grm. taken. 
The precipitation, therefore, of strontium oxalate, in water 
solution with a sufficient excess of ammonium oxalate present, 
is practically complete. 

To determine the amount of ammonium oxalate necessary 
for the precipitation of strontium salts in water solution, 
experiments were made in which strontium oxalate was pre- 
cipitated in the presence of varying amounts of ammonium 
oxalate, allowed to stand over night, the clear liquid was 
decanted on asbestos, and the precipitate was washed twice 
with 10^20 cm« ot cold water. The results obtained by 
the estinxatiou ol the oxalic acid by permanganate show 
that an amount of amDionium oxalate several times larger 
than that iBquiredfor tbG theoretical formation of strontium 
£^*« is necessary for tJxe separation of the strontium oxalate. 
liie experimented ^^^c>x:^ed in Table V. 
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TABLB y. 



SrO, 

takenM 
&r(HO^ 


^tn^onhm 


Yolane 


AflldpnMnI 

doriog 

titntiim. 


BiO 


bnv. 


osyate. 


gnu. 
0.0487 
0.0487 
0.0487 
0.0974 
0.0974 
0.0974 


gnu. 

0.064 

0.0768 

0.16 

0.128 

0.10 

0.82 


out 

100 
100 
100 
100 
100 
100 




gnu. 
0.0441 
0.0465 
0.0488 
0.0939 
0.0959 
0.0975 


gim. 
0.0046- 
0.0022- 
0.0001+ 
0.0025- 
0.0016- 
0.0001+ 



The solvent action of a large amount of water on a pre- 
cipitate of strontium oxalate was tested by washing a pre- 
cipitate equivalent to 0.0974 gim. of the oxide with 150 cm' 
of cold water. The precipitate, when weighed as the sulphate, 
showed a loss of 0.0033 gnu., as the oxide, which amount was 
subsequently recovered from the filtrate by the addition of 
ammonium oxalate and alcohoL Plainly excessive washing 
with water is to be avoided. In the estimation, therefore, of 
strontium precipitated as the oxalate in water solution, the 
amoimt of water used in washing was limited. It was found 
that 40-60 cm' of water judiciously applied was sufficient to 
wash out the ammonium salt without producing appreciable 
solvent effect upon the strontium oxalate. The process of 
treatment was similar to that used in the precipitations from 
alcoholic solution, excepting that no alcohol was added to the 
solution, that the washing was effected with a limited amount 
of water, and that, there being no alcohol present to effect the 
titration, the precipitate was not dried before treatment with 
permanganate. The results are given in Table VI. 

In the results recorded in section A of Table VI, the stron- 
tium oxalate was treated with sulphuric acid and titrated at 
80^, the volume being 200-300 cm'; while in the experiments 
given in section B, the precipitate was treated with hydro- 
chloric acid and titrated at 35°-45**, at a volume of 100-200 cm', 
after the addition of 0.6-1.0 grm. of manganous chloride. The 
results show that 0.1 grm. of strontium salt, calculated as the 
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oxide, may be estimated as the oxalate with a fair degree of 
accuracy when precipitated in 100-250 cm^ of water by a 



TABLE YL 



firO, 

t^ttQU 




Talumn 


daring 


»rO 


Error. 


anNO.),. 




tatituL 


lltnUon, 






1 


grm. 


gnu. 


esn. 




grm. 


Snu. 


0.0974 


0.5 


100 


HaSO^ 


0.0966 


0.0008- 


0.0974 


0.6 


100 


H28O4 


0.0985 


0.0011+ 


0.0974 


0.6 


100 


HaS04 


0.0977 


0.0008+ 


0.0974 


0.6 


100 


HjSO^ 


0.0963 


0.0011- 


0.0974 


0.8 


100 


H,S04 


0.0981 


0.0007+ 


0.0974 


0.8 


100 


H2SO4 


0.0966 


0.0008- 


0.0974 


1.0 


100 


HaS04 


0.0965 


0.0009- 


0.0074 


2.0 


100 


H^04 


0.0963 


0.0011- 


0.0974 


2.0 


100 


H,S04 


0.0970 


0.0004- 


BrO, 












tekanM 






B. 






BfClf 












0.0778 


0.5 


100 


Ha804 


0.0792 


0.0014+ 


0.0778 


0^ 


100 


H2SO4 


0.0767 


0.0011- 


0.0778 


0.5 


100 


H^,804 


0.0776 


0.0002- 


0.0778 


0.5 


100 


H«S04 


0.0776 


00002- 


BrO, 












tekenM 












Brosro,. 












0.0974 


0.8 


250 


Ha804 


0.0973 


0.0001- 


0.0974 


2.0 


250 


^Si^ 


a0975 


0.0001+ 


0.0974 


0.8 


100 


0.0971 


0.0008- 


0.0974 


0.8 


100 


Ha 


0.0980 


0.0006+ 


0.0974 


0.8 


100 


Ha 


0.0975 


0.0001+ 


0.0974 


0.8 


100 


Ha 


0.0980 


0.0006+ 


0.0974 


0.8 


100 


Ha 


0.0973 


0.0001- 


0.0974 


0.8 


100 


Ha 


0.0978 


O0004f 


1 


0.2425 


0.884 


125 


H,S04 


0.2876 


0.0049- 


0.2486 


0.884 


125 


H^04 


0.2402 


0.0034- 


0.2436 


0.64 


125 


Ha804 


0.2411 


0.0025- 


0.2486 


0.8 


125 


HaS04 


0.2867 


0.0069- 


0.2436 


2.0 


125 


H«S04 


0.2376 


0.0060- 


0.2436 


2.0 


125 


H,804 


Oi2402 


0.0084- 


1 


0.2486 


0.8 


250 


H,S04 


0.2448 


0.0007+ 


0.2436 


0.8 


250 


HaS04 


0.2446 


0.0010+ 


0.2436 


2.0 


250 


HsS04 


0.2440 


0.0004+ 


0.2486 


2.0 


250 


H,S04 


0.2431 


0.0005- 
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TABLE YI (continued). 



BK), 

Ukftuu 


ax&liAA. 


TdIquu) 


Actdpr«A«Eit 


8rO 


BRor* 


mj&o^ 


tatk^ 


tltnUim. 






1 


grtn. 


K«it 


en^ 




grm. 


Wrm, 


0.24d6 


0.8 


600 


H5SO4 


0.2396 


0.0040- 


0.2486 


2.0 


600 


H,SO, 


0.2408 


0.0033- 


0.2436 


2.0 


600 


H.SO4 


0.2418 


0.0023- 


0.2486 


4.0 


600 


HjSO^ 


0.2410 


0.0026- 


0.2486 


8.0 


600 


h'so; 


0.2407 


0.0029- 


0.4872 


2.0 


600 


E^SO^ 


0.4837 


0.0036- 


0.4872 


4.0 


600 


HSO* 


0.4866 


0.0017- 


0.5430 


6.0 


600 


h:so^ 


0.6422 


0.0008- 


0.4679 


10.0 


600 


"^^^ 


0.4664 


0.0025- 


0.7807 


4.0 


600 


0.7262 


0.0046- 



sufficient excess of ammonium oxalate. In the experiments 
recorded in section C, in which the amount of strontium salt 
in 125 cm^ of water is increased, a negative error is intro- 
duced, which is not diminished by the presence of a large 
amount of ammonium oxalate, but when the dilution is in- 
creased to 250 cm^ as is the case in experiments given in 
section D, so that the conditions correspond more nearly to 
those recorded in sections A and B, the errors fall to a 
Tninimnm. In the experiments recorded in section E, in 
which the dilution is increased to 500 cm^ an error is in- 
troduced which is not prevented by the presence of a laige 
excess of ammonium oxalate and which is independent of the 
amoimts of strontium salt used. 

Eight of the water filtrates and wash waters obtained in 
the experiments recorded in Table VI were tested for traces 
of strontium by the addition of alcohol, and in all cases a 
small amount of strontium was found, amounting, in the 
average, to 0.0010 grm. in 100 cm* of water. 

Barium Oxalate. 

Barium oxalate according to Souchay and Lenssen* is 
soluble in 2590 parts of cold water, and according to Berg- 
* Ann. Chem. (Liebig), zc, 102. 
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man * is scarcely at all soluble in alcohol. The attempt was 
made to estimate barium by precipitation with ammonium 
oxalate in a mixture containing alcohoL It was found that 
in filtrates from oxalate precipitations in which 0.1-0.2 grm. 
of barium oxide, taken as the nitrate, had been precipitated in 
volumes of 100 cm", contaioing 80 cm^ of absolute alcohol, 
and allowed to stand over night, treatment with sulphuric 
acid gave barium sulphate amounting in the average to no 
more than 0.0001 grm. of barium oxide. The insolubility of 
barium oxalate imder these conditions, therefore, is practically 
complete. 

The process for the estimation of barium was as follows: 
Ammonium oxalate was added to a solution of a barium salt, 

TABLE vn. 





BaOtekm 
mB^NO,),. 


ozAlato. 


YohniMat 


Add preMnt 

duiixig 

tttntion. 


BaO 

foimd. 


Bnor. 




A. 




grm. 
0.1166 
0.1166 
0.1166 
0.1166 
0.1166 
0.1166 
0.1166 
0.2830 
02SSO 
0.2880 


gnn. 
0.2 
0.2 
0.2 
0.2 
0.2 
0.2 
0.2 
0.4 
0.4 
0.4 


100 
100 
100 
100 
100 
100 
100 
100 
100 
100 


Ha 
Ha 
Ha 

HCl 

Ha 
Ha 
Ha 
Ha 
Ha 
Ha 


grm. 
0.1177 
0.1170 
0.1164 
0.1161 
0.1166 
0.1176 
0.1164 
0.2319 
0.2336 
0.2842 


grm. 
0.00124- 
0.0006+ 
0.0001- 
0.0014- 
0.0000 
0.0011+ 
0.0001- 
0.0011- 
0.00054- 
0.00124- 




BaOteken 
MBaCla. 


0.4 

0.4 
0.4 
0.4 
0.4 


100 
100 
100 
100 
100 


Ha 
Ha 
Ha 
Ha 
Ha 


0.0952 
0.0939 
0.0941 
0.1898 
0.1892 


0.0010+ 
0.0008- 
0.0001- 
0.0009+ 

o.oooa+ 




0.0042 
0.0942 
0.0942 
0.1884 
0.1884 




1 




0.0942 
0.1884 
0.0942 


0.2 
0.4 
0.2 


200 
200 
600 


HaS04 
H,S04 
H,S04 


0.0868 
0.1782 
0.0867 


0.0064- 
0.0152- 
0.0086- 



* Bergman's Essays, i, 820. 
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containing 80 per cent of its volume of absolute alcohol, th6 
mixture was allowed to stand over night, filtered on asbestos, 
the precipitate was washed by decantation with 100-200 cm^ 
of water containing 80 per cent of absolute alcohol, and dried 
over a flame to insure the removal of the alcohoL The cruci- 
ble containing the precipitate was returned to the beaker also 
previously dried over a flame, 100-200 cm* of water, 6-10 
cm* of strong hydrochloric acid, and 0.6-1.0 grm. of manganous 
chloride were added, and the solution was titrated at 86^-46° 
with permanganate. The results of the experiments, given in 
Table VII, A, show that barium, either as the nitrate or 
chloride, may be estimated in the manner described with a fair 
degree of accuracy. 

In the experiments given in section B of Table VII, the 
precipitate of barium oxalate was treated with sulphuric acid 
after the addition of the stated amount of water. The results 
show a large loss of oxalic acid probably due to the occlusion 
of some of the oxalic acid by the barium sulphate. This fact 
must prevent the use of sulphuric acid in an analytical 
process which depends upon the liberation of oxalic acid &om 
barium oxalate. 

Qravimetric Estimation of the Oxalates of Strontium 
and Bariwmn 

It is well known that calcium may be weighed as the 
carbonate after a careful ignition of the oxalate, and it would 
seem probable that strontium might also be weighed as the 
carbonate. Precipitates of strontium oxalate, on asbestos, 
were ignited in a capped crucible from 2-8 minutes in the 
flame of a Bunsen burner and weighed as the carbonate, and 
in a single case the carbonate thus produced was converted by 
treatment with sulphuric acid to the sulphate and weighed as 
such. The results are given in Table VIII, and while they 
all show a very slight loss, which amounts in experiment (8) 
to one milligram, when one-fourth of a gram of strontium 
oxide taken as the nitrate was used, still the results are fairly 
accurate. 
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TABLE Vm 



i 



BrOt _ 
tmBr{VO^ 



0.1120 
0.1120 
0.2435 



BrOoakmlttted 

fromBrCOf 

foimd. 



gnu. 
0.1118 
0.1116 
0.2426 



Btf) wJcttlntad 

vom8r604 

found. 



gnu. 



0.2487 



Precipitates of barium oxalate were also ignited from 6-10 
mi^tes and weighed as the carbonate. The results are given 
Mi Table IX, and are fairly accurate. 



TABLB EL 



SI 

(3) 



BikOl 
MB^HO,)r 



gim. 
0.2912 
0.2012 
0.2912 



BiO oalonlated 

iramBaCO^ 

foond. 



0.2009 
0.2901 
0.2901 



o.oooa- 

0.0011- 
0.0011- 



The results of this work may be summarized as follows: 

An the estimation of calcium by titration of the oxalate with 

permanganate, accurate results may be obtained when hydro- 

chJLonc acid (with a manganous salt) is used as the solvent. 

^trontium salts may be precipitated by ammonium oxalate 

T? . P^^^cal completeness in a solution containing one-fifth 

^^ its volume of 86 per cent alcohol, and with approximate 

250^ c«^^^^ ^^^^ ^^*®^ solutions at a dilution not exceedmg 

Derm ' ^^^^Iiermore strontium oxalate may be titrated by 

hydrocJJ*^*^ ^* accuracy when either sulphuric acid or 

the oxaJi^^^ ^^^ ^^^ * manganous salt) is used to liberate 

complete ^ ^^^' Barium may be precipitated with practical 

SO DGT ^^^ ^^ ammonium oxalate in a solution containing 

mav hf^ ^ ^^ ^Icobolf arid, the barium oxalate thus obtained 

jQ^^ ^ssolved in liycLrochloric acid and titrated by per- 

and ^^^^ ^fter the addition of a manganous salt. Strontium 

ignitio ^^^^ oxaisfe^ zrteLy be converted to carbonates by 

^> and weighed a& ench. 
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THE ACTION OF SODIUM THIOSULPHATE ON 
SOLUTIONS OF METALLIC SALTS AT HIGH 
TEMPERATURES AND PRESSURES. 

By JOHN T. NORTON. Jb. 

The use of sodium thiosulphate as a substitute for hydro- 
gen sulphide in effecting precipitations and its application 
in the case of arsenicy antimony, copper, and platinum was 
suggested by Himly * before the middle of the present cen- 
tury. Thirteen years later Vohl f and Slater, independently X 
drew attention to this use of sodium thiosulphate and ex- 
tended the investigation to salts of tin, mercury, silver, gold, 
lead, bismuth, and cadmium. Slater in addition studied the 
action of sodium thiosulphate upon chromic acid, molybdates, 
ferrous and ferric ferrocyanides, ferric sulphocjranides and 
potassium permanganate. Following out these lines, the 
precipitation of copper, together with arsenic antimony, by 
treating with sodium thiosulphate the hot solution contain- 
ing sulphuric acid, and the separation of these elements from 
tin, zinc, iron, nickel, cobalt, and manganese has been advo- 
cated by Westmoreland ;§ and quite recently Faktor|| has 
studied the action of sodium thiosulphate upon neutral salts 
of several of the elements mentioned, as well as the modi- 
fying influence of ammonium chloride and other salts upon 
the course of the reaction. 

Subsequentiy to the work of Himly, Vohl, and Slater, 
Chancel** developed his weU known method for the precipi- 

• Ann. Chem. (Liebig), zliii, 150. 
t Ann. Chem. (Liebig), xct!, 287. 

t Chemical GasEette, 1856, p. 909. S Jonr. So& Chem. Ind^ ▼, 51. 

B Chem. Centralblatt, 1900, u, 20, 67, 2S9, 691. 
** Comp. rend., xItI, 967. 
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tation of aluminum as the hydroxide aad its separation from 
8alt8 of iron by boiling with sodium thiosulphate the nearly 
neutral solution, containing the salt of aluminum and iron, 
at suitable dilution ; and upon an extension of the principle 
of Chancers separation of aluminum from iron Stromeyer"^ 
founded his well known processes for the separation of titan- 
ium and zirconium from iron. The latter process appears 
to be fairly trustworthy ; but of Chancers method, although 
it has met with wide acceptance, it was shown by Wolcott 
Gibbs, very soon after its announcement,! that it fails to bring 
about complete separation of alumina within a reasonable 
period of boiling, and this result has been confirmed by Zimmer- 
man,| who has shown that the boiling must be continued fifteen 
hours in order to complete the precipitation of the alumina. 

It was shown by Dr. Gibbs that when the treatment of salts 
of aluminum by thiosulphate was carried on in sealed tubes 
under pressure at 120^ C, the precipitation of alumina was 
complete, and further that the precipitation of sulphides of 
nickel, cobalt, and iron, though partial under ordinary atmos- 
pheric pressure, was made complete by heating in sealed tubes 
to 120^-140^ C. 

In repeating the experiments of Dr. Gibbs qualitatiyely and 
extending them, I have made use of the well known Pfungst 
tube to secure the necessary pressure. In each experiment 
a test-tube containing the mixture of an excess of sodimn 
thiosulphate with the salt whose action was studied was 
placed within the Pfimgst tube containing some water, the 
cover of the latter was set in place and firmly bolted upon 
a washer of lead, and the whole was submitted to tempera- 
tures varying from 140** to 200® C. for an hour by immersing 
in a bath of paraffine. After cooling, the test-tube was taken 
out, the precipitate was filtered oflf, and the filtrate tested by 
appropriate reagents to determine the completeness of pre- 
cipitatioQi The following table records the details of these 
experiments. 

• Ann. Chem. (liebig), cziii, 127. 

f Zdt. Anal. Chem., Ill, 889. I Ittaoff. DIM. BerUn, 1887. 
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TABLE L 
AonoH OF NaAOs on 8ALn ukdxs Fbububb* 



SdtlllMd. 


TNiMnt»il»««i«M 

rrMtpiunab 


DeprMof 


SULFHIDSB. 1 


NiS04. 
C0SO4. 
FeCl.. 
ZDSO4. 

AgNO,. 
CUSO4. 
CdS04. 
KSbC4H40,. 

Bi(NO,).. 


NiS + 8. 
Cos + 8. 
FeS 4- S. 
ZnS + 8. 
PbS + 8. 
HgS 4- 8. 
Ag.S + 8. 
CuS,CnA + 8. 

cds + a 

SbsS. + 8. 
BiaSs + S. 


Complete. 
Complete. 
Complete. 
Complete. 
Complete 
Complete 
Complete. 
Complete. 
Complete. 
Complete 
Complete. 


1 

Htdbozidbs. 1 


(NH4)Al(S04)s.l2HsO. 

t£(N(5.)4. 


A10,H, + 8. 
CrOgHs + 8. 
Zr04H4 + 8. 
Ti04H4 + 8. 
Th04H4 + 8. 


Complete. 
Complete. 
Complete. 
Complete. 
Complete. 


Elbicbrts. 1 


SeO,. 
TeO,. 


8e + 8. 
Te + S. 


Complete 1 
Complete | 


8ULFHIDBS. 1 


MnS04. 

AuCl.. 
(NH4),Mo04. 


MnS + 8. 
Au-S 4- 8. 
MoS.(1) + S-RedUqnid. 


PartiaL 
Partial. 
PartiaL 


Htdboxidbb. 


BeCla. BeOaH, + 8. PartiaL 


Undbtbbjcinbd. 


CeClg. 
CaCl,. 

N^v6^ 


Black. 

White, yellow liquid. 
White, yellow liquid. 
White, yellow Uquid. 
White, yellow liquid. 

^ Brown liquid. 


PartiaL 

PartiaL 

Partial. 

PartiaL 

PartiaL 

PartiaL 

None. 

None 

None 
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A perosal of this table brings to light several interesting 
facts. It appears that salts of nickel, cobalt, iron, zinc, lead, 
mercury, silver, copper, cadmium, antimony and bismuth are 
completely precipitated as sulphides by sodium thiosulphate 
under the prevailing conditions of temperature and pressure. 
In the case of manganese precipitation is only partial, and 
arsenic does not seem to be precipitated from an arsenate with- 
out the addition of acid. Tin, curiously enough, is not thrown 
down as the sulphide from a stannous salt, but gives a dirty 
white precipitate of uncertain composition. Salts of aluminum, 
chromimn, titanium, zirconium and thorimn are completely 
precipitated as the hydroxides ; but in the case of beryllium, 
which one might expect to act similarly, the precipitation as 
the hydroxide is incomplete. Salts of selenium and tellurium 
are reduced, and the elements are precipitated. The precipi- 
tates obtained with barium, strontimn, and calcium were 
white in a bright yellow liquid, but no study was made of the 
constitution of either precipitate or liquid. In the case of 
magnesium there was no precipitate. Salts of molybdenum, 
vanadium and uranium gave dark colored liquids. Thallium 
yielded a white spongy mass which on compression was re- 
duced to a very small bulk without disintegrating. Salts of 
gold and platinum gave slight dark precipitates, presumably 
sulphides, surrounded by dark colored liquids. 

The apparatus used in these experiments and described 
above is easily handled and answers sufficientiy well for 
qualitative purposes. But, obviously, the introduction into 
precipitates of foreign matter caused by the action of water 
on the glass of the test-tube and porcelain lining of the 
Pfungst tube, precludes the possibility of an exact quanti- 
tative study of the reactions involved. For the subsequent 
experiments, therefore, conducted upon the same general 
lines, a digester with an interior cylindrical cavity of about 
12 cm. in depth by 5 cm. in diameter, and provided with a 
pressure gauge was employed. As a container for the solu- 
tions to be tested, use was made of a platinum cylinder, 4 cm. 
in diameter and . 10 cm. deep, provided with a loose cover. 
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With this apparatus the following quantitative experiments 
which deal with those elements which are precipitated as 
hydroxides — namely, aluminum, beryllium, chromium, zir- 
conium, and titanium — were made. 

In each case a weighed quantity of the salt taken for the 
experiment was dissolved in 50 cm^ of water in the platinum 
vessel and to this a known amount of sodium thiosulphate 
was added. The vessel was placed in the digester, and the 
latter was heated by a Bunsen burner in the customary way 
until the required pressure was shown on the gauge. The 
apparatus was then cooled and the platinum vessel removed 
from the digester. The precipitate was filtered off on ashless 
paper, ignited, and weighed. 

ExperimsnU with a Salt of Alwminum. 

In a series of experiments made according to the method of 
Chancel, the results of which are shown in Table 11, the 
solution in water of a weighed portion of pure ammonium 
alum was treated with an excess of sodium thiosulphate and 
boiled vigorously for periods varying from ten minutes to 
half an hour. 

TABLE n. 



Kxp. 


Amount ot 
Aliimt.kMi 


Amount of 


.tsa 


Srrar. 


(3) 
(4) 
(6) 


grm. 
0.0587 
0.0637 
0.1088 
0.1187 
0.1189 


grm. 
Large excess. 
Large excess. 
Large excess. 
5 grm. 
2 grm. 


gnn. 
0.0471 
0.0397 
0.0031 
0.0979 
0.1002 


gnn. 
O.OOOd- 
0.0140- 
0.0162- 
0.0168- 
0.0187- 



The results substantiate the observations of Gibbs* and of 
Zimmerman t and show clearly that the boiling of solutions of 
the aluminum salt and sodium thiosulphate for a reasonable 
time does not effect the complete precipitation of aluminum as 
the hydroxide. 

Table III shows the result of submitting solutions of 

• Log. dt t Loc dt 
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ammonimn alum treated with vaiyiiig quantities of sodium 
thiosulphate to a pressure of 20 atmospheres in the digester. 
It usually required about 40 minutes to raise the pressure to 
the limit set ; but this limit once reached, the digester was 
allowed to cool slowly. The duration of an experiment was 
about two hours. 

TABLE m. 



Alum taken 
mAI^O,. 


Amount of 
Na^Oa und. 


A],0.foand. 


Brror. 


grm. 


gnn. 


grm. 


gnn. 


0.0666 


6 


0.0683 


0.006&f 


0.1132 


10 


0.1154 


0.0022+ 


0.1158 


6 


0.1186 


0.0083+ 


0.1128 


8 


0.1129 


0.0001+ 


0.1126 


8 


0.1142 


0.0016+ 


0.1128 


2 


0.1120 


0.0008- 


0.1186 


2 


0.1121 


0.0015- 


0.1128 


2.5 


0.1136 


0.0008+ 


0.1124 


2.5 


0.1127 


0.0008+ 


0.1134 


2.26 


0.1188 


0.0001- 



This table shows that sodium thiosulphate precipitates 
aluminum completely as the hydroxide when pressure is 
employed. The high results seen in some of the experiments 
appear to be due to the difficulty of removing by ignition the 
large amounts of sulphur found in the action, as well as to the 
salts mechanically included in the precipitate. The amounts 
of sulphur and contaminating salts present depend upon the 
amount of thiosulphate taken; therefore this should be as 
small as possible, 2-8 grm. being sufficient to precipitate 
all the alumina in a gram of alum. When the amount of 
thiosulphate is reasonably restricted the weights of alumina 
obtained accord fairly well with the theory. 

Experiments with a Salt of Chromium. 

Up to the time of the completion of this work nothing 
appears to have been done upon the precipitation of chromium 
as the hydroxide by means of sodium thiosulphate. Slater * 
and Rose f make mention of the action of sodium thiosulphate 

• Loc. cit. t Traits de Chimie AnalyUque, voL i, p. 479. 
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upon chromic acid, bichromates, and neutral chromates, but 
give no quantitative data. Recently, however, F. Faktor * has 
studied the action of sodium thiosulphate on chromium 
compounds. This investigator has found that if aqueous 
solutions of potassium bichromate and sodium thiosulphate 
are boiled together a brown precipitate of hydrated CrjOs, 
CrOs separates out and the liquid turns yellow owing to the 
formation of normal chromate. A solution of potassium 
chromate is unaffected by boiling with thiosulphate but in 
presence of ammonium or of magnesium chloride the chromium 
is separated rapidly and completely in the same form as with 
the bichromate, and after continued boiling with an excess of 
thiosulphate all the chromium present is precipitated. Faktor 
also found that a solution of chromic chloride is completely 
decomposed by continued boiling with thiosulphate, chromic 
hydroxide and sulphur being precipitated. 

In the experiments shown in Table FV a weighed quantity 
of pure potassium bichromate was dissolved in water, a known 
amount of sodium thiosulphate added, and the whole submitted 
to a pressure of 20 atmospheres in the digester. After cooling, 
the precipitate was filtered off on an ashless paper, ignited and 
weighed as CriOg. 

TABLE IV. » 



Kxp. 


KiCrA taken 
MCr,0,. 


Amount of 
NaAOt. 


Cr|Oa f onnd. 


Binir. 


(1) 
(2) 
(8) 
(4) 
(6) 
6) 


0.1830 
0.1830 
0.1322 
0.1803 
0.1301 
0.1820 


grm. 

3 

2.6 

2.6 

2 

2 

2 


grm. 
0.1841 
0.1326 
0.1318 
0.1303 
0.1310 
0.1322 


o c> o' o d o 



The results of these experiments are very satisfactory, and' 
show that under pressure sodium thiosulphate precipitates 
chromium rapidly and completely as the hydroxide. It is 
advisable to use as small a quantity of thiosulphate as possible 

X Zeitschr. amd. Chem., 1900, zzxiz, 346. 
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in Older to prevent the presence of much free sulphur in the 
precipitate. 

Hxperiments toith a Stilt of Beryllium* 

In experiments deaUng with beryllium the salt used was the 
chloride, a certam amoimt of which was dissolved in water 
diluted to a liter and the amount of beryllium present deter- 
mined by precipitating with ammonia and weighing as the 
oxide. Measured quantities of this solution were drawn from 
a burette as required. When a solution of a salt of beryllium 
and sodium thiosulphate are merely boiled together nearly all 
the beryllium remains in solution. It was expected that the 
use of pressure would throw out all the beryllium, but, 
curiously enough, when solutions of beryllium chloride and 
sodium thiosulphate were submitted in the digester to pressures 
ranging from 10 to 80 atmospheres only a partial precipitation 
of tiie hydroxide took place. 

ExperimenU with Salts of Zirconium. 

To prepare a standard solution of the salt of zirconium it 
was found to be most convenient to heat the double fluoride 
of potassium and zirconium with sulphuric acid, evaporate to 
dryness inplatinimi, dissolve the zirconium sulphate remaining 
in water and enough sulphuric acid to prevent the precipitation 
of the basic salt, and dilute to standard volume. Measured 
portions of the solution were taken from a burette as required 
for the experiments. The presence, however, of so large an 
amount of sulphuric acid as was necessary to keep the 
zirconium salt in solution tends to decompose sodium thio- 
sulphate 80 rapidly that it was found necessary to nearly 
neutralize the solution with ammonium carbonate before 
adding the sodium thiosulphate. The solution of zirconium 
sulphate was standardized by precipitating with anunonia and 
weighing as the oxide. 

In experiment (1) of Table V, the solutions of zirconium 
sulphate and sodium thiosulphate were boiled together for a 
few minutes and then the precipitate filtered off, ignited, and 
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weighed as the oxide. In experiments (2)-(5) inclusive similar 
solutions were submitted to a pressure of 20 atmospheres in 
the digester. 



TABLE V. 



Bsp. 


ZrO, 

taken. 


^^' 


foani 


■rror. 




grm. 


gnn. 


gnn. 


gnn. 


(1) 
(2) 
(3 


0.0668 


3 


0.0661 


0.0007- 


0.0068 


8 


0.0676 


0.0016+ 


0.0666 


2 


0.0670 


0.0004+ 


(4) 


0.0641 


2 


0.0648 


0.0007+ 


(6) 


0.0641 


2 


0.0646 


0.0004+ 



These results clearly show that sodium thiosulphate precipi- 
tates zirconium completely as the hydroxide either with or 
without the aid of pressure. 

Experiments with a Salt of Titanium. 

The solution of the salt of titanium was obtained by treating 
the double fluoride of potaasium and titanium with sulphuric 
acid, evaporating to dryness, and dissolving the residue in 
sulphuric acid and water. The solution was standardized by 
precipitating the titanium hydroxide with ammonia and then 
adding an excess of acetic acid as recommended by Gooch.* 
This method of procedure avoids the tendency to excessive 
weight observed when the titanium hydroxide is precipitated 
by ammonia in presence of salts of the alkalies. 

In the following table is shown the effect of treating a 
solution of titanium sulphate with sodium thiosulphate. 

TABLE VL 



bp. 


no, 

talun. 


Sa^ 


foind. 


BRor. 


2) 
(8) 


*©©§ 


gnn. 
2 
2 
2 


gnn. 
0.0237 
0.0240 
0.0240 


o'do 



* Am. Chem. Jour., vii, 286. 
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Experiment (1) was conducted by merely boiling a solution of 
the reagents named above, filtering off the precipitate and 
weighing as the oxide. In experiments (2) and (3) the 
solution of titanium sulphate and sodium thiosulphate was 
submitted to a pressure of 20 atmospheres in the digester. 

These results show that titanium is completely precipitated 
by sodium thiosulphate either with or without the aid of 
pressure. 

To recapitulate : — I have shown that sodium thiosulphate 
will completely precipitate aluminum, chromium, zirconium 
and titanimn as the hydroxides with the aid of high tempera- 
ture and pressure. Beryllium is only partially precipitated 
under similar conditions. Mere boiling for a reasonable time 
will not precipitate aluminum and chromium, but it Ib suffi- 
cient in the case of zirconium and titanium. 
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Acetylene, action of, on oxides of copper (Gooch and Baldwin) ... II, 276 

Adds, application of iodine in analysis of (Walker and Gillespie) . . 11, 162 

of seleninra, reduction of, by hydriodic acid (Gooch and Reynolds) . I» 310 

Acid anhydrides, action of urea and snlphocarbanilide upon (Dnnlap) . I, 355 

Alkalies, application of iodine to analysis of (Walker and Gillespie) . II, 162 

Alkaline bromides, determination of bromine in (Gooch and Ensign) . I, 37 
Alkaline chlorides, determination of chlorine in alkaline iodides mixed 

with (Gooch and Mar) I, 18 

Alkaline iodides, determination of chlorine in (Gooch and Mar) . . I, 18 

determination of bromine ia (Gooch and Ensign) I, 37 

Alkaline perchlorates, detection of, associated with chlorides, chlorates, 

and nitrates (Gooch and Kreider) I, 246 

Alnminnm salts, action of sodiom thiosnlphate upon, at high tempera- 
tures and pressures (Norton) 11, 388 

Alaminum, separation of, by hydrochloric acid, from iron (Gooch and 

Havens) II, 20 

separation of, by hydrochloric acid, from beryllium (Havens) . . II, 47 

separation of, by hydrochloric acid, from bismuth, copper, and . . . 

mercury (Havens) II, 109 

separation of, by hydrochloric acid, from zinc (Havens) .... II, 107 

Aluminum oxide, separation of oxides of iron from (Gooch and Havens) 11, 215 

Animonium magnesium arseniate in analysis, constitution of (Austin) . 11, 309 

Ammonium beryllium phosphate in analysis (Austin) II, 253 

Ammonium cadmium phosphate in analysis (Austin) II, 262 

Ammonium magnesium phosphate in analysis (Gooch and Austin) . . II, 190 

Ammonium zinc phosphate in analysis (Austin) II, 257 

Amyl alcohol, use of, in detecting strontium and calcium (Browning) . 1, 121 

use of, in separating strontium and calcium (Browning) .... 1, 121 

use of, in separating barium and calcium (Browning) 1,116 

use of, in separating barium and strontium (Browning) .... 1, 168 

Antimony, detection of arsenic associated with (Gooch and Hodge) . . I, 231 

determination of, and its condition of oxidation (Gooch and Gruener) I, 73 
separation of, from arsenic, by hydrochloric and hydriodic acids 

(Gooch and Banner) I, 86 

Antimonions chloride, decomposition of nitrates by (Gruener) .... 1, 199 
Antimonic acid, salts of, reduced by potassium iodide and sulphuric acid, 

and estimated iodometrically (Gooch and Giruener) I, 73 

Apparatus — burette clip (Gooch) It Ut 

chlorine generator (Gooch and Kreider) 1,264 

force pump (Kreider) 1, 308 

hot filter (Kreider) 1,306 

mercury washer (Gooch) I, 143 

steam evaporator (Gooch) 1, 142 

support (Gooch) I, 143 
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▼0L.rAai 

▼alve (Eroider) 1, 307 

used in analysia of iodides by iodic acid (Gooch and Walker) ... II, 37 
need in combustion of organic substances in the wet way (Phelps . II, 68 
nsed in estimation of carbon dioxide grayimetricaUy (Gooch and 

Phelps) 1, 802 

Dsed iu estimation of iodine in haloid salts (Gooch and Browning) . I, 12 
nsed in estimation of molybdenam (Gooch and Norton) • . . . 11, 1 U 
nsed in estimation of molybdic add (Gooch and Fairbanks) . I, 378, 382 

nsed in estimation of molybdic acid (Fairbanks) I, 394 

nsed in estimation of nitrates (Gooch and Gmener) 1, 137 

nsed in estimation of oxygen in air and aqneons solution (B[Teider) II, 17 
nsed iu estimation of selenium iodometrically, by volatilization of 

the bromide (Gooch and Peirce) 1, 350 

nsed in reduction of arsenic acid (Gooch and Browning) .... I, 33 
nsed in reduction of nitric acid by ferrous salts (Roberts) . . . 1,208 
Arsenic, detection of, associated with antimony and tin (Gooch and 

Hodge) I,2S1 

detection and approximative estimation of, in copper (Gooch and 

Moseley) 1, 27a 

separation of antimony from, by hydrochloric and hydriodic adds 

(Gooch and Danner) I, S6 

separation of copper as oxalate from (Peters) II, ^^7 

Amenious add, action of, upon cerium dioxide (Browning and Cotter) 11, 294^ 

interaction of, with chromic acid (Browning) 1, 34^ 

Arsenic acid, determination of, by reduction with potassium iodide and 

sulplinric add, and titration by iodine in alkaline solution (Gooch 

and Browning) I, ^^ 

iodometric estimation of (Gooch and Morris) U> 336 

xedaction of, in analysis (Gooch and Browning) 11, ^^ 

reduction of, by action of hydrochloric acid and potaaBinm bro- 

mide (Gooch and Phelps) ^- ^^ 

nse of, to liberate iodine in qnantitatiye estimation of iodides (^GoQc\l .^ v 

and Browning) - ' 

use of, in determination of iodine in haloid salts (Qooc\i and Biowcv^ ^^^ ^ 

»ng) . ^ i«^ 

Aqua regia, influence of, on the predpitation of barinxn «»' tV^. Lt^ ^'^•*. 

phate (Browning) ."^ ^ ^^""^^ ^^7^^ 

Barinm, determination of, in presence of calciam and v««<».^^ * • * * * .^^ 

estimation of. as oxahite (Peters) .... ^ ^^^^^^^tn ^1^^^ ^ x^^^ 

points in estimation of, as sulphate (Mar) ^ ****•« . / ^ v^^^ 

precipitation of, as sulphate, in presence of ' uU»5o " -^ • . \^ l» ^\^ 

regia (Browning) ""^^^ lind lir V^ /• 

qnantitatiye separation of, from calcium by am^^ * ' • • j^ y 'A \^ 

trates (Browning) - . '^^''''^^^ On Vv•X^Xi^ A ^ 

qnantitatiye separation of, from strontiuni bv " ' • . '•u^/^ ^/^ M ^ j^ ^ 

bromides (Browning) ^ ^ '^^^^ ^^\i\ ^ J^ #*. V\ 

Barinm chlorides, precipitation and separation of * * * • Oi^^ Jr ' , \ • 

nesium, by hydrochloric add and etixer ^V^'^?*^ ^^ta*l^ ^ ^ A yf 
Barium sulphate, influence of hydrochloric sJi^T**^ • ^^^tiA^ A 

(Mar) "^^ ^pou '^^ . J vV/ 

purification of, by ciystaDizing from su1t%K*1 - * • ^'^'^U^A^ M ' / 

treatment of, in analysis (Phinney ) ****^»no a^l^* #^ , ^'^H^ / 

• • • ^ ^*^^ " . 
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BezyUimn* separatioii of, f zom alaminum, bj action of hydrochloric add 

(Havens) II, 47 

separation of iron from, by action of hydrochloric acid (Hayens and 

Way) 11,266 

Bezyllinm ammoninm phosphate in analysis (Austin) II, 253 

Beryllinm salt, action of sodinm tbiosnlphate npon, at high tempera- 

tnres and pressures (Norton) II, 391 

Bismnth, separation of alnminnm from (Hayens) II, 109 

Blue iodide of starch (Roberts) I, 236 

Borates (soluble), action of carbon dioxide on (Jones) II, 100 

Boric acid, estimation of (CSooch and Jones) 11,172 

iodometric method for estimation of (Jones) II, 244 

use of calcium oxide as a retainer for (Gooch and Jones) .... II, 175 

use of sodium tungstate as a retainer for (Gfooch and Jones) . . . II, 178 

Tolnmetric estimation of (Jones) H, 182 

Bromine, detection of, in presence of chlorine and iodine (Gooch and 

Brooks) I, 47 

. determination of, in alkaline bromides and iodides (Gooch and 

Ensign) I, 37 

Tolatilization of, from aqneous solutions of bromide and chloride 

by action of sulphuric acid and nitrons acid (Gooch and Ensign) . I, 43 

Cadmium, estimation of, as oxide (Browning and Jones) I, 409 

Separation of copper from, by the iodide method (Broyming) . . I, 226 

Separation of copper from, as oxalate (Peters) n, 354 

Cadmium ammonium phosphate, in analysis (Austin) n, 262 

Cnsinm, estimation of, as the add sulphate (Browning) II, 368 

Caldum, determination of barium in presence of (Mar) 1, 125 

estimation of, as oxalate (Peters) II, 373 

quantitatire separation of barium from, by action of amyl alcohol on 

the nitrates (Browning) 1,116 

separation of, from strontium, and detection of, by action of amyl 

alcohol on the nitrates (Browning) 1,121 

Caldum oxide, use of, as a retainer for boric acid (Gooch and Jones) . II, 175 

Carbon dioxide, action of on soluble borates (Jones) 11, 100 

Iodometric method for determination of (Phelps) 1, 369 

precipitation and grayimetric determination of (Giooch and Phelps) I, 302 
Cerium, modified Bunsen method for determination of (Browning, Han- 
ford, and Hall) n,290 

Tolumetric estimation of (Browning) II, 289 

Cerium dioxide, action of arseuions add upon (Browning and Cutter) . 11, 294 
Cerium oxalate, estimation of, by potassium permanganate (Browning 

and Lynch) H, 297 

Chlorates, detection of perchlorates associated with (Gooch and Kreider) I, 246 

estimation of (Gooch and Smith) I, 82 

Chlorates and nitrates, estimation of, in one operation (Roberts) ... I, 219 
Chlorate process, condition of oxidation of manganese predpitated in 

(Gooch and Austin) II, 85 

Chlorides, detection of perchlorates associated with (Gooch and Kreider) I, 246 
Chlorine, detection of, in presence of bromides and iodides (Gooch and 

Brooks) I, 47 

direct determination of, in alkaline chlorides and iodides (Gooch and 

Mar) I, 18 
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generation of, by hydrochloric add and potaMinm chlorate (Qooch 

andEreider) 1,260 

Chrominm salt, action of eodinm thioenlphate npon, at high tempera- 

tnree and preesnres (Norton) n, 389 

Chzominm, separation of iron from, by gaseons hydrochloric add (Ha- 

Tens and Way) 11, 866 

Chromic acid, interaction of, with arsenions add (Browning) .... 1, 344 

nse of, in combnetion of organic substances in the wet way (Phelpe) II, 67 

Cobalt, separation of, from nickel (Havens) 11,141 

separation of nickel from, by action of ammonium hydroxide on the 

ferricyanides (Browning and Hartwell) II, 344 

Combustion of organic substances in the wet way (Phelps) II, 62 

Copper, detection and approximate estimation of minute amounts of 

arsenic in (Gooch and Moseley) I, 272 

estimation of, as oxalate, with separation from cadmium, arsenic, 

tin, iron, and zinc (Peters) II, 347 

preparation of, free from arsenic (Gooch and Moseley) I, 275 

separation of aluminum from (Havens) II, 109 

separation of, from cadmium by the iodide method (Browning) . . I, 226 

Copper oxides, action of acetylene on (Gooch and Baldwin) II, 276 

Copper sulphocyanide in gravimetric analysis (Van Name) 11,359 

Dibrommaleinamide, preparation of, from urea and dibrommaleic anhy- 
dride (Dunlap) 1, 358 

Dibrommaleinuric acid, preparation of, from urea and dibrommaldc an- 
hydride (Dunlap) 1, 358 

Dibromtoluquinonemetaoxime benzoyl ether (Bridge and Morgan) . . II, 157 
Dibromtoluquinoneortfaooxime benzoyl ether (Bridge and Morgan) . . II, 161 
Dibromtoluquinoneorthooxime methyl ether (Bridge and Morgan) . . II, 159 
Dichlormaleinimide preparation of, from urea and dichlormaleic anhy- 
dride (Dunlap) 1, 357 

Dichlormalemuric acid, preparation of, by action of urea on dichlorma- 

Idc anhydride (Dunlap) I, 356 

Double ammonium phosphates of beryllium, zinc, and cadmium in ana- 
lysis (Austin) n, 252 

Electrolytic iron, use of, in standardizing permanganate solutions (Rob- 
erts) 1.269 

Ethers of toluquinoneoxime, and their bearing on the space isomerism 

of nitrogen (Bridge and Morgan) II, 145 

Ferric alum, use of, with nitric acid, to liberate iodine from haloid salts 

(Gooch and Mar) I, 23 

Ferrous salts, use of, in reduction of nitric acid (Roberts) I, 203 

Gold, iodometric determination of (Gooch and Morley) 11, 269 

Halogens, estimation of, in mixed silver salts (Gooch and Fairbanks) . I, 290 
Haloid salts, determination of iodine in (Gooch and Browning) ... I, 2 
determination of tellurous acid in presence of (Gooch and Peters) . II, 238 
Hydriodic add, action of, with hydrochloric add in separation of anti- 
mony from arsenic (Gooch and Danner) I, 86 

use of, in reduction of acids of seleninm (Gooch and Reynolds) . . 1, 310 

use of, in reduction of vanadic acid ( Browning) I, 397 

Hydrobromic acid, use of, in reduction of vanadic add (Browning) . . 1, 897 
Hydrochloric acid, action of, with hydriodic acid, in separation of anti- 
mony from arsenic (Gooch and Danner) I, 86 
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inflnence of, npon the precipitation of bariam sulphate (Mar) ... II, 68 

inflaenoe of, in titrations by sodinm thiosolphate, with special refer- 
ence to the estimation of selenions acid (Norton) II, 206 

nse ol, in reduction of selenic acid (Grooch and Evans) 1, 331 

Qse of, in separation of aluminum from iron (Gooch and Harens) . II, 20 

use of, in separation of aluminum from zinc, copper, mercury, bis- 
muth (Havens) II, 106 

use of, with ether, to precipitate barium chloride in presence of salts 

of magnesium and calcium (Mar) 1, 125 

use of, with potassium bromide, in reducing and volatilizing arsenic 

acid (Gooch and Phelps) . . . .'' 1,265 

use of, with potassium, bromide, in separating arsenic from copper 

(Gooch and Moseley) 1,272 

use of, with potassium chlorate, to generate chlorine ((3ooch and 

Kreider) 1,260 

use of. with potassium iodide in volatilizing arsenic (Gooch and 

Hodge) 1,231 

titration of oxalic acid by potassium permanganate in presence of 

(Gooch and Peters) 11,222 

yolatiiity of, in aqueous solutions containing sulphuric acid and so- 
dium chloride (Gooch and Mar) I, 19 

Hydrochloric acid (gaseous) use of, in separation of iron from chromium, 

zirconium, and beryllium (Havens and Way) II, 266 

Iodic acid, action of iodine on, in presence of hydrochloric add (Roberts) I, 257 

action of reducing agents on, in presence of hydrochloric acid (Rob- 
erts) 1,252 

application to the analysis of iodides (Gooch and Walker) .... II, 33 

use of, in absorption of nitric oxide (Roberts) I, 250 

use of, in titration of sodium thiofiulphate (Walker) II, 52 

Iodides, application of iodic acid to the analysis of (Gooch and Walker) . II, 33 

Iodide method, use of, in separating copper from cadmium (Browning) . I, 226 

Iodine, action of, on iodic acid in presence of hydrochloric acid (Roberts) I, 257 

application of, in analysis of alkalies and acids (Walker and Gilles- 
pie) 11,162 

detection of, in presence of chlorine and bromine (Gooch and 

Brooks) I, 47 

determination of, in haloid salts, by action of arsenic acid (Gooch 

and Brownini;) I> 1 

liberation of, from haloid salts, by arsenic acid (Gooch and Brown- 
ing) I, 1 

liberation of, from haloid salts, by ferric alum with nitric acid (Gooch 

and Mar) I, 23 

liberation of, from haloid salts, by nitrons acid (Gooch and Mar) . I, 27 

use of, in estimating iron reduced from the ferric state by sodinm 

thiosnlphate (Norton) II, 230 

lodometric determination of gold (Gooch and Morley) 11, 269 

of molybdenum (Gooch and Norton) II, 111 

of nitrates (Gooch and Gruener) 1, 132 

of nitrates (Gruener) 1, 193 

of selenions and selenic acids (Gooch and Peirce) I, 338 

lodometric estimation of alkalies and acids (Walker and Gillespie) . . II, 162 

of antimonic add (Gooch and Gruener) I, 73 
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of antimony separated from anenic (Qooch and Banner) .... I, 86 

of arsenic acid (Gooch and Browning) I, 30 

of arsenic acid (Gooch and Morris) n, 336 

of boric acid (Jones) II, 244 

of carbon dioxide (Phelps) 1, 369 

of chlorates (Gooch and Smith) « I, 82 

of chromic acid (Browning) 1, 344 

of cerinm (Browning, Hanford, and Hall) n, 290 

of gold (Gooch and Morle/) n, 269 

of iodides (Gooch and Walker) II, 33 

of iodine in haloid salts (Gooch antl Browning) I, l 

of iron (Norton) II, 230 

of mercury (Norton) II, 828 

of molybdenum (Gooch) II, 27 

of molybdenum (Gooch and Norton) 11,111 

of molybdic acid (Gooch and Fairbanks) 1, 375 

of nitrates (Gooch and Gruener) 1, 132 

of nitrates (Gruener) 1. 193 

of oxygen, in air and in aqueous solution (Ereider) II, 11 

of oxygen, in perchlorates (Kreider) I, 316 

of phosphorus in iron (Fairbanks) I, 391 

of selenious acid (Gooch and Reynolds) 1, 310 

of selenious acid (Gooch and Peirce) I, 338 

of selenic acid (Gooch and Reynolds) I, 314 

of selenic acid (Gooch and Peirce) I, 338 

of selenium associated with tellurium (Gooch and Peirce) .... I, 348 

of tellurous acid (Gooch and Peters) n, 238 

of vanadic acid (Browning) 1,397 

of yanadic acid (Browning and Goodman) n, 4 

lodometric method for the determination of carbon dioxide (Phelps) . I, 369 

for the determination of phosphorus in iron (Fairbanks) .... I, 391 

for the estimation of boric acid (Jones) II, 244 

Iron, estimation of, in the ferric state by reduction with sodium thiosul- 

phate and titration with iodine (Norton) II, 230 

lodometric method for determination of phosphorus in (Fairbanks) I, 391 
method for the separation of aluminum from (Gooch and Havens) . II, 20 
separation of, from chromium, zirconium, and beryllium, by gase- 
ous hydrochloric acid ( Havens and Way) 11,266 

separation of copper oxalate from (Peters) II, 347 

Iron analysis, standardization of potassium permanganate in (Roberts) . I, 269 

Iron oxides, separation of, from aluminum oxide (Gooch and Havens) . II, 215 

Isonitrosoguaiacol, and salts of (Bridge and Morgan) II, 306 

Isonitrosoguaiacol benzoyl ether (Bridge and Morgan) 11, 307 

Isonitrosoguaiacol benzoyl ether dibromide (Bridge and Morgan) . . II, 307 
Isonitrosoguaiacol, ethers of, in their relation to the space isomerism of 

nitrogen (Bridge and Morgan) II, 304 

iBomerism (space) of nitrogen, in ethers of iaonitrosognaiacol (Bridge 

and Morgan) II, 304 

in ethers of toluqninoneoxime (Bridge and Morgan) n, 145 

Isomerism (space) of the toluquinoneoxime ethers (Morgan) .... II, 283 

Laboratory apparatus (Gooch) 1, 141 

Laboratory apparatus (Ereider) I, 306 
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Magnesiom, determinfttion of, hj precipitation as ammomnm magne- 

Bium phosphate (Qooch and Anstin) 11,190 

determination of barinm in presence of (Mar) 1,125 

Maleic anhydride, action of primary amines npon (Dnnlap and Phelps) II, 44 

action of nrea and primary amines npon (Dnnlap and Phelps) . . 11, 42 
Maleiiric acid, preparation of, from nrea and maleic anhydride (Dnnlap 

andPhelps) 11, 42 

Manganese, determination of, as the pyrophosphate (Gooch and Anstin) II, 121 
condition of oxidation of, precipitated by the chlorate process 

(Gooch and Anstin) II, 85 

estimation of, as the snlphate and as the oxides (Gooch and Anstin) II, 77 

estimation of, separated as the carbonate (Anstin) II, 96 

Manganons chloride, nse of, in hydrochloric acid, in detection of oxidiz- 
ing agents (Gk>och and Gruener) 1, 134 

use of, in estimating nitrates (Gooch and Gmener) 1, 132 

Mercnry, grayimetric estimation of, as the oxalate (Peters) II, 325 

separation of aluminum from (HaTens) 11,109 

titration of, by sodinm thiosnlphate (Norton) II, 328 

Mercnrons oxalate, separation and determination of (Peters) . . . . U, 320 
Metallic salts, action of sodium thiosnlphate npon, in solution at high 

temperatures and pressures (Norton) 11, 384 

Molybdenum, estimation of iodometrically (Gooch) II, 27 

iodometric determination of (Gooch and Norton) II, 111 

Molybdic acid, iodometric estimation of (Gooch and Fairbanks) ... I, 375 

Monobromisonitrosoguaiacol benzoyl ether (Morgan) II, 308 

Monobromtolnquinonemetaoxime benzoyl ether (Bridge and Morgan) , II, 158 

Monobromtolnqninoneorthooxime benzoyl ether (Morgan) II, 286 

Naphthylmaleamic acid jS, preparation of, from iS-naphthylamine and 

maleic anhydride (Dnnlap and Phelps) II, 45 

Nickel, separation of, from cobalt (Ebivens) II, 141 

separation from cobalt by action of ammonium hydroxide on the 

ferricyanides (Browning and Hartwell) II, 344 

mtrates, action of phosphoric acid and potassium iodide npon (Gmener) 1, 193 

decomposition of, by antimonioua chloride (Gmener) 1, 199 

detection of perchlorates associated with (Gooch and Ereider) . . I, 246 

iodometric determination of (Gooch and Gmener) 1, 132 

odometric determination of (Gmener) 1, 193 

Nitrates and chlorates, estimation of, in one operation (Roberts) ... I, 219 

Nitrates and nitrites, estimation of, in one operation (Roberts) ... I, 222 
Nitric acid, influence of, in precipitation of barium as the sulphate 

(Browning) 1, 181 

reduction of, by ferrous salts (Roberts) I, 203 

Nitric oxide, absorption of, by iodic acid (Roberts) 1, 250 

Nitzogen, space isomerism of, and bearing of ethers of tolnquinoneoxime 

(Bridge and Morgan), (Morgan) II, 145, 283 

space isomerism of, in ethers of isonitrosoguaiacol (Bridge and 

Morgan), (Morgan) II, 304 

Nitrous acid, use of, in liberating iodine (Gooch and Mar) I, 27 

use of, in liberating iodine (Gooch and Ensign) I, 43 

Oxalic add, titration of, by potassium permanganate in presence of hy- 
drochloric acid (Gooch and Peters) II, 222 

Oxygen, amount of, required to oxidize an organic substance (Phelps) . II, 71 
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determination, In air and in aqneons solution (Kreider) II, 11 

Organic acids, application of, in estimation of ranadinm (Browning and 

Goodman) II, 4 

Organic substance, amount of ozjgen required for oxidation of (Phelps) II, 71 

combustion of, by chromic acid in the wet waj (Phelps) .... II, 67 

combustion of, by potassium permanganate in the wet way (Phelps) II, 62 

Perchlorates, quantitatiye determination of (Kreider) 1,316 

Perchloric acid, application of, to the determination of potassium 

(Kreider) 1,286 

preparation of (Kreider) 1, 282 

Permanganate solutions, standardization of, by electrolytic iron ( Roberts) 1, 269 

Perofskite (so-called), analysis of, from Magnet Cove, Ark. (Mkr) . . I, 60 
Phosphorus, iodometric method for the determination of, in iron 

(Fairbanks) 1,391 

Phosphoric acid, determination of, by precipitation as ammonium mag- 
nesium phosphate (Gooch and Austin) II, 204 

Phosphoric acid, use of, with potassium iodide, in determining nitrates 

(Gruener) 1, 193 

Phthalanil, preparation of, from phthalic anhydride and sulphocar- 

banilide (Dunlap) 1,361 

Phthalanilic acid, preparation of, from phthalic anhydride and sulpho- 

carbanilide (Dunlap) 1,361 

Phthalimide, preparation of, by action of urea on phthalic anhydride 

(Dunlap) 1,355 

Primary Amines, action of, on maleic anhydride (Dunlap and Phelps) . II, 44 
Potassium, detection and determination of, spectroscopically (Gooch and 

Hart) I, 92 

determination of, by perchloric acid (Kreider) I, 282 

estimation of, as the pyrosulphate (Browning) II, 368 

separation of, from sodium (Kreider and Breckenridge) .... 1, 401 
Potassium Spectrum, brightening of, by sodium chloride (Gooch and 

Hart) 1,101 

Potassium bromide, use of, in reduction of selenic acid (Gooch and 

ScoTille) 1,385 

use of, in reduction of arsenic add (Gooch and Phelps) .... I, 265 
use of, with hydrochloric add, in separation of arsenic from copper 

(Gooch and Moseley) I, 272 

Potassium perchlorate, decomposition of, by anhydrous zinc chloride 

(Gtooch and Kreider) I, 247 

Potassium permanganate, estimation of cerium oxalate by (Browning 

and Lynch) , II, 297 

action of sulphuric add upon (Gooch and Danner) 1, 145 

standardization of, in iron anadysis (Roberts) I, 269 

titration of oxalic acid by, in presence of hydrochloric add (Gooch 

and Peters) 11,222 

use of, in combustion of organic substances in the wet way (Phelps) II, 62 
use of, in estimation of copper, with separation from cadmium, 

arsenic, tin, iron, and zinc (Peters) II, 347 

use of, in the volumetric estimation of mercury as the oxalate 

(Peters) n.320 

use of, in the estimation of selenious add (Gooch and demons) . . I, 297 

use of, in the estimation of telluzocu add (Gk>och and Danner) . . 1, 154 
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use of, in the estimation of tellarona acid (Gooch and Peters) . . II, 238 

Bedncing agents, action of, on iodic acid (Roberts) I, 250 

Bhodochrodte, analjsis of, from Franklin Furnace, N. J. (Browning) . I, 57 

Rubidium, estimation of, as the acid sulphate (Browning) U, 370 

quantitative spectroscopic determination of (Gooch and Phinnej) . 1, 157 

Selenic acid, iodometric determination of (Gooch and Peirce) .... I, 341 

reduction of, by hydrochloric acid (Gooch and Evans) I, 331 

reduction of, by potassium bromide in acid solution (Gooch and 

Scoville) 1,335 

Selenious acid, determination of, by potassium permanganate (Gooch 

and demons) 1, 297 

influence of hydrochloric acid in thiosulphate titrations of (Norton) 11, 206 

iodometric determination of (Gooch and Peirce) 1,338 

Selenium, gravimetric determination of (Peirce) I, 365 

method for separation of, from tellurium (Gooch and Peirce) ... I, 348 

reduction of acids of, by hydriodic acid (Gooch and Reynolds) . . I, 310 

Selenium monoxide, on the existence of (Peirce) I, 385 

Silver salts, electrolytic reduction of, in estimation of halogens (Gooch 

and Fairbanks) 1, 290 

Silver sulphocyanide in gravimetric analysis (Van Name) 11, 359 

Sodium, estimation of, as the pyrosulphate (Browning) II, 371 

separation of, from potassium (Kreider and Breckenridge) ... I, 401 

Sodium chloride, brightening of potassium spectrum by (Gooch and Hart) I, 101 
Sodium thiosulphate, action of, on solutions of metallic salts at high 

temperatures and pressures (Norton) II, 384 

influence of hydrochloric acid in titrations by, with special reference 

to the estimation of selenious acid (Norton) 11,206 

reduction of iron in ferric state by (Norton) II, 230 

use of, in titration of mercury (Norton) 11, 328 

titrationof, by iodic acid (Walker) II, 52 

Sodium tungstate, use of , as a retainer for boric acid (Gooch and Jones) II, 178 
Space isomerism of nitrogen, bearing of ethers of toluquinoneoxime on 

(Bridge and Morgan) (Morgan) 11,145,283 

Spectroscopic determination of potassium (quantitative) (Gooch and 

Hart) I, 92 

Spectroscopic determination of rubidium (quantitative) (Gooch and 

Phinney) I, 157 

Standard solutions of tartar emetic, stability of (Gruener) 1,216 

Standardization of potassium permanganate in iron analysis (Roberts) . I, 269 

Starch, bine iodide of (Roberts) I, 236 

Starch blue, conditions governing formation and decomposition of 

(Roberts) 1,236 

Strontium, estimation of, as oxalate (Peters) 11,374 

quantitative separation of, from calcium, by action of amyl alcohol 

on the nitrates (Browniug) I, 121 

separation of barium from, by action of amyl alcohol on the brom- 
ides (Browning) 1, 168 

separation of, from calcium, by action of amyl alcohol on the nitrate 

(Browning) * 1, 121 

Succinanil, preparation of, from succinic anhydride and sulpliocarban- 

ilide (Duulap) I, 363 

Succinic anhydride, action of sniphocarbanilide upon (Dunlap) ... I, 363 
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Soodnimide, preparation of, £rom nrea and sncdnic anhydride (Dnnlap) I, 353 
Solphates, detection of, in presence of snlphidee, Bolphitee, and thioenl- 

phateB (Browning and Howe) 11, 134 

Sulphides, detection of, in presence of snlpliates, snlphites, and thioenl- 

phates (Browning and Howe) 11, 134 

Sulphites, detection of, in presence of snlphides, sulphates, and thiosnl- 

phates (Browning and Howe) II, 134 

Sniphocarbauilide, action of, on certain acid anhydrides (Dnnlap) . . 1, 355 

action of, on phthalic anhydride (Dnnlap) I, 355 

action of, on snocinic anhydride (Dnnlap) 1, 359 

Sulphocyanides of copper and silver in gravimetric analysis (Van Name) II, 359 
Solphnric acid, action of potassium permanganate upon (Gooch and Dan- 

ner) 1,145 

Tartar emetic, stability of standard solutions of (Gmener) 1, 816 

Tellurium, determination of, by precipitation on the iodide (Gooch and 

Morgan) II, 1 

method for the separation of selenium from (Gooch and Peirce) . 1, 348 
Telluric acid, iodometric method for the estimation of (Gooch and How- 
land) 1,277 

Tellurons acid, determination of, by potassium permanganate (Gooch 

and Danner) 1, 154 

determination of, in presence of haloid salts (Gooch and Peters) . . II, 238 

Thallium, estimation of, as acid and neutral sulphates (Browning) . . II, 317 

estimation of, as chromate (Browning and Hntchins) n, 300 

Thiosnlphates, detection of, in presence of sulphides, sulphites, and sol- 

phates (Browning and Howe) II, 134 

Tin, detection of arsenic associated with (Gooch and Hodge) .... I, 231 

separation of copper as oxalate from (Peters) II, 347 

Titanium salt, action of sodium thiosulphate upon, at high temperatnrea 

and pressures (Norton) II, 392 

Tolnquinoneoxime, ethers of, and their bearing on the space isomerism 

of nitrogen (Bridge and Morgan) II, 145 

Tolnquinoneoxime ethers, space isomerism of (Morgan) II, 283 

Toluquinonemetaoxime acetyl ether (Bridge and Morgan) II, 153 

Tolnquinonemetaoxime benzoyl ether (Bridge and Morgan) II, 154 

Toluquinonemetaoxime methyl ether (Bridge and Morgan) II, 152 

Tolnquinonemetaoxime, sodium salt of (Morgan) II, 285 

Toluquinoneorthooxime acetyl ether (Bridge and Morgan) II, 160 

Toluquinoneorthooxime benzoyl ether (Bridge and Morgan) .... II, 160 

Toluquinoneorthooxime benzoyl ether dichloride (Morgan) II, 287 

Toluquinoneorthooxime methyl ether (Bridge and Morgan) .... II, 159 
Tolylmale&mic acid (o), preparation of, from maleic anhydride and 

o-tolnidine (Dnnlap and Phelps) II, 145 

Tolylmaldunic acid {p), preparation of, from maleic anhydride and 

f>-toluidine (Dnnlap and Phelps) II, 44 

Urea, action of, on certain acid auhydrides (Dnnlap) 1, 355 

actionof, on maleic anhydride (Dnnlap and Phelps) II, 42 

Vanadic acid, reduction of by hydriodic and hydrobromic adds (Brown- 
ing) 1.397 

estimation of, iodometrically( Browning) 1,397 

Vanadium, application of certain organic acids to estimation of (Brown- 
ing and Goodman) n, 4 
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Volatilization of the iion chlorides in analysis (Qooch and Hayens) . . II, 215 

Volumetric estimation of mercury (Peters) II, 320 

Zinc, separation of aluminum from (Hayens) 11,107 

separation of copper as oxalate from (Peters) II, 357 

Zinc ammonium phosphate in analysis (Austin) II, 257 

Zinc chloride (anhydrous), use of, in detecting perchlorates (Gooch and 

Kreider) 1,247 

Zirconium, separation of iron from, by gaseous hydrochloric acid 

(Havens and Way) 11,266 

Zirconium salt, action of sodium thiosulphate upon, at high temper- 

atores and pressures (Norton) II, 391 
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